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(54) WATER-ABSORBENT RESIN, PROCESS FOR PRODUCTION THEREOF, AND WATER- 
ABSORBENT RESIN COMPOSITION 



(57) A water-absorbent resin is produced by dis- 
persing a solid Wowing agent having an average particle 
diameter within a range of from 1 *im to 100 um in an 
aqueous monomer solution containing an unsaturated 
monomer and a cross-linking agent, and then polymer- 
izing the unsaturated monomer. The water-absorbent 
resin has excellent water absorption characteristics, 
such as improved dispersion and absorption rate of 
aqueous fluid, enhanced water retention capacity and 
dry touch, lower water-soluble component content, and 
lower residual monomer content. When a water-absorb- 
ent resin composition using the water- absorbent resin is 
used for. for example, a sanitary material it is possible 
to improve the absorption rate and water retention 
capacity, and prevent leakage of fluid from the sanitary 
material. 



FIG.1 
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Description 

FIELD OF THE INVENTION 

5 The present invention relates to water-absorbent resins suitable for use in absorbent articles, for example, sanitary 
materials (body fluid absorbent articles) such as paper diapers (disposable diapers), sanitary napkins, so-called incon- 
tinence pads (articles for incontinent person), wound protecting material and wound healing material, building material, 
water retentive material for soil, drip absorbing and freshness retentive materials for food, and waterproof material. The 
present invention also relates to a process for producing such water-absorbent resins, and water-absorbent resin com- 

io positions using the water-absorbent resins. 

BACKGROUND OF THE INVENTION 

In recent years, water-absorbent resins for absorbing body fluids such as urine, sweat, and Wood are widely used 

is as a constituent element of sanitary materials such as paper diapers, sanitary napkins, incontinence pads, wound pro- 
tecting material, and wound healing material. Such water-absorbent resins are utilized not only as sanitary materials, 
but also applied to various uses to absorb and retain water and absorb moisture, for example, building material, water 
retentive material for soil, drip absorbing and freshness retentive materials for food, and waterproof material. 

Known water absorbing resins include partially neutralized and cross-linked, acrylic acid (Japanese Publication for 

20 Unexamined Patent Applications No. (Tokukaisho) 55-84304. 55-108407, and 55-133413. and US patent No. 
4,654.039). hydro! yzed starch-acrylonrtrile graft polymer (Japanese Publication for Examined Patent Application No. 
(Tokukosho) 49-43995, neutralized starch-acrylic acid graft polymer (Japanese Publication for Unexamined Patent 
Application No. (Tokukaisho) 51-125468), saponified vinyl acetate-acrylate copolymer (Japanese Publication for Unex- 
amined Patent Application No. (Tokukaisho) 52-14689), hydrolyzed acryionitrile copolymer or acrylamide copolymer, or 

25 cross-linked acryionitrile copolymer and acrylamide copolymer (Japanese Publication for Unexamined Patent Applica- 
tion No. (Tokukaisho) 53-15959), cross-linked carboxymethyl cellulose, and cross-linked cationic monomer (Japanese 
Publication for Unexamined Patent Applications No. (Tokukaisho) 58-154709 and 58-154710). cross-linked isobuty- 
lene-maleic anhydrid copolymer material, cross-finked copolymer of 2-acrylamido-2-methylpropane suHonic acid and 
acrylic acid, cross-linked polyethyleneoxide. and cross-linked copolymer of methoxypolyethylene glycol and acrylic 

30 acid. 

All of the water -absorbent resins are in the form of particles or powder having a particle diameter of around 0.01 
mm to 5 mm. The absorption rate of the water-absorbent resin is generally determined by the particle diameter. There 
is a tendency that the absorption rate of each particle increases as the particle diameter becomes smaller ("Polymers" 
Vol. 36. page 614, Polymer Association, 1987). 

35 However, in actual, as the particle diameter becomes smaller, the liquid permeability for allowing aqueous fluids, 
for example, body fluids, to flow between the particles, is lowered. Namely, a so-called gel blocking phenomenon 
occurs. Therefore, when using the water-absorbent resin, it is necessary to select an optimum partide diameter by con- 
sidering the absorption rate and the liquid permeability. The tendency of causing a gel blocking phenomenon becomes 
higher as the absorption rate of the water-absorbent resin increases. The main causes of the gel blocking phenomenon 

40 are a decrease in the void space and an increase in tack between particles after being swelled, under pressure. 

In order to improve the water absorption characteristics of the water-absorbent resin, particularly, the absorption 
rate, various production methods and modification methods of water-absorbent resins have been proposed as shown 
below. More specifically; as the production and modification methods of water-absorbent resins, for example, the follow- 
ing two methods have been proposed. ® Application of secondary cross-linking treatment, i.e., improving the cross- 

45 link density in the vicinity of a particle surface. © Increasing the particle surface area by granulation, foaming, formation 
of pores, or the like. 

The method ® includes methods which use the following materials as a surface cross-linking agent Namely, a 
method using polyhydric alcohol; a method using a polyglycidyt compound, a polyaziridine compound, a polyamine 
compound and a polyisocyanate compound; a method using glyoxal; a method using polyvalent metal salt; a method 

so using a si lane coupling agent; a method using a mono epoxy compound; a method using a polymer containing an epoxy 
group; a method using an epoxy compound and a hydroxy compound; and a method using aJkytene carbonate. 

For instance, the following methods were also proposed. A method in which a cross-linking reaction is performed 
under the presence of inactive inorganic powder (US. Patent No. 4,587,308). A method in which a cross-linking reaction 
is performed under the presence of dihydric alcohol. A method in which a cross-linking reaction is performed under the 

55 presence of water and an ether compound. A method in which a cross-linking reaction is performed under the presence 
of alkylene oxide added monohydric alcohol, organic acid salt, or lactam. A method in which more than one kind of 
cross linking agents having different solubility parameters are used. Moreover, the methods for improving the cross-link 
density in the vicinity of the particle surface are disclosed in US. Patents No. 4.666,983. No. 5.140,076 and No. 
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5,229.466, and Japanese Publication for Unexamined Patent Applications No. (Tokukaisho) 59-62665 and No. (Toku- 
kaihei) 5-508425. 

As the method @. for example, a method using a blowing agent during palymerization or cross-linking was pro- 
posed. The method using a blowing agent includes, for example, methods in which a cross-linked structure is intro- 

s duced into a linear water-soluble polymer while performing neutralization using a blowing agent such as carbonate (US. 
Patents No. 4529.739 and No. 4,649,164). methods in which carbonate salt ts added to monomers (Japanese Publica- 
tion For Examined Patent Applications No. (Tokukosho) 62-34042, No. (Tokukohei) 2-60681, and No. (Tokukohei) 2 ~ 
54362. and US. Patents No. 5.1 18,719, No. 5,154,713 and No. 5,314,420), a method in which monomers are polymer- 
ized using a microwave under the presence of carbonate salt (US. Patent No. 4,808.637). methods in which an organic 

w solvent having a boiling point within a range of from 40 °C to 150 °C is added to a specified monomer and then polym- 
erized (Japanese Publication For Unexamined Patent Application No. (Tokukaisho) 59-18712, and US. Patents No. 
4,552.938. No. 4.654,393 and No 4,703,067), and methods in which a hydrophobic organic solvent is added and 
polymerized under specified pressure (US. Patents No. 5,328.935 and No. 5,338.766). Additionally, methods in which 
a blowing agent is added after polymerizing monomers were also proposed (Japanese Publication For Unexamined 

is Patent Applications No. (Tokukaisho) 56-13906, No. (Tokukaisho) 57-182331. and No. (Tokukaisho) 57-208236). 

Furthermore, the following methods were also proposed. A method in which a polarity is given to particles using a 
microwave (WO No. 91 /02552). Methods in which fine particles are made into secondary particles by granulation (WO 
No. 93/24153. US. Patents No. 5.002.986. No. 5,300,565, No. 5,140.076 and No. 4.732,968). 

With the use of the methods (J) and ©. it is possible to improve the absorption rate of the water-absorbent resin 

so to some extent 

However, the water-absorbent resin prepared by cross-linking cannot achieve a high absorption rate which is 
required when it is used, for example, in sanitary materials. In addition, the water-absorbent resin prepared by cross- 
linking while foaming a linear polymer does not have sufficient absorbent capacity (water retention capacity), and 
requires a high cost. Whereas the porous water-absorbent resin prepared by foaming while polymerizing monomers is 

25 excellent in terms of the absorption rate and cost. However, rt is difficult to control the timing of foaming, and cannot 
achieve a uniform pore diameter. Thus, these water-absorbent resins failed to sufficiently improve various characteris- 
tics related to the dispersion of aqueous fluid, water-soluble component content, residual monomer content, and dry 
touch (these characteristics will be explained later). 

More specifically, the water-absorbent resins obtained by the above-mentioned production method or modification 

30 method have such disadvantage that the mutual balance of conflicting characteristics, such as the dispersion of aque- 
ous fluid, the water-soluble component content, and dry touch, is not satisfactory. Namely, the above-mentioned con- 
ventional water-absorbent resins do not have sufficiently improved water absorption characteristics, and cannot provide 
high water absorption characteristics which are required when used, for example, in sanitary materials. 

An object of the production method and modification method is to produce a water-absorbent resin capable of 

35 promptly absorb aqueous fluid when the water-absorbent resin comes into contact with the aqueous fluid. Therefore, 
these methods are designed without substantially considering the water absorption characteristics that are required of 
the water-absorbent resin when the water-absorbent resin is used in a sanitary material, particularly, when a large 
amount of water-absorbent resin is used in sanitary material to reduce the thickness of the sanitary material. 

In the sanitary material using a large volume of the water-absorbent resin, it is necessary to improve the absorp- 

40 tion. However, if the absorption rate is increased, the gel blocking phenomenon tends to occur. In order to reduce the 
incidence of the gel blocking phenomenon, for example, an attempt has been made to improve the elasticity of gel. 
However, rf the elasticity of gel is improved, the water retention capacity of the water-absorbent resin is lowered. There- 
fore, even if the water-absorbent resin having improved absorption rate and elasticity of gel is used in the sanitary mate- 
rial, it is hard to say that the sanitary material is prevented from leakage. Thus, there is a demand for a water-absorbent 

45 resin capable of keeping various characteristics such as absorption rate and water retentive ability, and achieving 
improved dispersion of aqueous fluid between particles after absorption, that is a characteristic conflicting the above 
characteristics. 

The present invention was carried out to solve the above conventional problems. An objective of the present inven- 
tion is to provide a water-absorbent resin having excellent water absorption characteristics such as the dispersion and 
so absorption rate of aqueous fluid, water retentive ability and dry touch, lower water-soluble component content, and 
lower residual monomer content. Another objects of the present invention to provide a process for producing the water- 
absorbent resins, and a water-absorbent resin composition using the water-absorbent resin. 

DETAILED DESCRIPTION OF THE INVENTION 

55 

In order to achieve the above objects, the present inventors fully studied water-absorbent resins, process for pro- 
ducing the water-absorbent resins, and water-absorbent resin compositions. It was found as a result of study that a 
water-absorbent resin obtained by dispersing a solid blowing agent in the form of particles having an average particle 
diameter within a range of from 1 \im to 100 \wn in an aqueous monomer solution containing an unsaturated monomer 
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and a cross-linking agent and then polymerizing the unsaturated monomer, has excellent water absorption character- 
istics, such as dispersion and absorption rate of aqueous fluid, water retention capacity and dry touch, and lower water- 
soluble component content and lower residual monomer content It was also found as a result of study that, when a 
water-absorbent resin composition using the water-absorbent resin is applied to, for example, a sanitary material, the 
5 absorption rate and the water retention capacity are enhanced, thereby preventing the sanitary material from leakage. 
The present invention was completed based on these findings. 

Namely, in order to achieve the above objects, the process for producing a water-absorbent resin of the present 
invention is characterized by dispersing a solid blowing agent having an average particle diameter within a range of 
from 1 ^im to 100 jim in an aqueous monomer solution containing an unsaturated monomer and a cross-linking agent 
io and then polymerizing the unsaturated monomer. 

With this process, it is possible to industrially produce water-absorbent resins having excellent water absorption 
characteristics, such as dispersion and absorption rate of aqueous fluid, water retention capacity and dry touch, and 
lower water-soluble component content and lower residual monomer content, in a simplified manner at low costs. 

Moreover, in order to achieve the above objects, the water-absorbent resin of the present invention is characterized 
is by that it is porous with an average pore diameter ranging from 10 jim to 500 jim, and has an absorbent capacity of not 
lower than 25 g/g 60 minutes after the initiation of water absorption under pressure, a water-soluble component content 
of not higher than 15 weight percent and a residual monomer content of not higher than 500 ppm. 

Furthermore, in order to achieve the above object the water : absorbent resin composition of the present invention 
is characterized by that the water retention capacity is not lower than 20 g/g. the absorption rate is not higher than 120 
20 seconds, and the liquid permeability under pressure is not higher than 200 seconds. 

This structure can provide a water-absorbent resin and a water-absorbent resin composition having excellent liquid 
permeability and dispersion under pressure, without causing a gel blocking phenomenon, and improved absorption rate 
and absorbent capacity. 

The following description will discuss the present invention in detail. 
25 The unsaturated monomer used as a starting material in the present invention is soluble in water. Examples of the 
unsaturated monomer are: 

monomers containing an acid group, such as acrylic acid, p-acryJoyloxypropiortic acid, methacrylic acid, crotonic 
acid, maJeic acid, maleic anhydride, fumaric acid, rtaconic acid, cinnamic acid, sorbic acid, 2-(meth)acrytoylethane 

jo sulfonic acid. 2-{meth)acryloylpropane sulfonic acid, 2-{meth)acrylamido-2-methyipropane sulfonic acid, vinyl sul- 
fonic acid, styrene sulfonic acid, ally! sulfonic acid, vinyl phosphonic acid and 2*(meth)acryloyloxyethyl phosphate, 
and alkaline metal salts and alkaline earth metal salts, ammonium salts, and alkyl amine salts thereof; 
dialkyl amino alkyl(meth)acrylates, such as N.N-dimethylaminoethyl(meth)acryalte and N,N-dimethylaminopro- 
pyt(meth)acrylate. and quaternary compounds thereof (for example, a reaction product produced with alkylhalide. 

35 and a reaction product produced with dialkyl sulfuric acid); 

dialkyl amino hydroxyaikyl(meth)aaylates, and quaternary compounds thereof; 
N-alkyl vinyl pyridine halide; 

hydroxyaJkyl(meth)acrylates, such as hydroxymethyl (meth)acrylate. 2-hydroxyethyl (meth)acryiate. and 2-hydrox- 
ypropyl (meth)acrylate; 

40 acrylarnide, methacrylamide, N-ethyl (meth)acrylamide, N-n-propyi(meth)acrylamide, N-isopropyl(meth)acryia- 
mide, N.N<Jimethyl (meth)acrylamide, 2-hydroxyethyl (meth)acrylate. 2-hydroxypropyl (meth)acrylate. methoxypol- 
yethylene glycol (meth)acrylate, polyethylene glycol mono(meth)acrylate, vinylpyridine, N-vinylpyrrolidone, N- 
acryloyl piperidine. and N-acrytoyl pyrrolidine; 
vinyl acetate; and 

45 alkyl (meth)acrylates, such as methyl (meth)acryiate. and ethyl (meth)acrylate. These monomers may be used indi- 
vidually, or in combination. 

Among the above-exemplified monomers, unsaturated monomers containing an acrylate monomer as a chief con- 
stituent are preferred because the resulting water-absorbent resins have significantly improved water absorption char- 

50 acteristics" Here, the acrylate monomers means acrylic acids and/or water-soluble salts of acrylic acids. The water- 
soluble salts of acrylic acids are alkaline metal salts, alkaline earth metal salts, ammonium salts, hydroxy ammonium 
salts, amine salts and aikyf amine salts of acrylic acids having a neutralization rate within a range of from 30 mole per- 
cent to 100 mole percent more preferably within a range of from 50 mole percent to 99 mole percent. Among the exem- 
plified water-soluble salts, sodium salt and potassium salt are more preferred. These acrylate monomers may be used 

ss individually or in combination. 

When the unsaturated monomer contains an acrylate monomer as a chief constituent, the amount of monomers 
other than the acrylate monomer is preferably less than 40 weight percent more preferably less than 30 weight percent, 
and most preferably less than 10 weight percent of the total unsaturated monomer. By using the monomers other than 
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the acrylate monomer in the above mentioned ratio, the water absorption characteristics of the resulting water-absorb- 
ent resin are further improved, and the water-absorbent resin can be obtained at further reduced costs. 

As a cross-linking agent used for polymerizing the unsaturated monomer in the present invention, for example, the 
following compounds are listed. Compounds having a plurality of vinyl groups in a molecule. Compounds having at least 
one vinyl group in a molecule and at least one functional group reactive with a carboxyl group in the unsaturated mon- 
omer. Compounds having in a molecule a plurality of functional groups reactive with the carboxyl group. These cross- 
linking agents may be used individually, or in combination. A 

Examples of the compounds having a plurality of vinyl groups in a molecule are N,N , -me1hylene bis(meth)acryla- 
mide (polyethylene glycol di(meth)acrylate. (polypropylene glycol di(meth)acrylate. trimethylolpropane tr.(meth)acr- 
ylate' trimethylolpropane di(meth)acrylate. glycerine tri(meth)acrylate. glycerine acrylate methacrylate. ethyleneoxide 
denaturated trimethylolpropane tri(meth)acry1ate. pentaerythritol tetra(meth)acrylate. dipentaerythrrtol hexa(meth)acr- 
ylate N N-diallyl acrylamide. triallyl cyanurate. triallyl isocyanurate. triallylphosphate. triallylamine. diallyloxy acetate. N- 
methyl-N-vinyl acrylamide. bis(N-vinyl carboxylic amide), and poly(meth)aliloxy alkanes such astetraallyloxy ethane^ 

As the compound having at least one vinyl group in a molecule and at least one functional group reactive wrth the 
carboxylic group for example, ethylene unsaturated compounds having at least one hydroxyl group, epoxy group or cat- 
ionic group can be used. Example of such compounds are glycidyl (meth)acrylate. N-methylol acrylamide. and d.meth- 
ylaminoethyl(meth)acrylate. . 

As the compound having a plurality of functional groups reactive with the carboxyl group in a molecule, for example, 
compounds having at least two hydroxyl groups, epoxy groups, cationic groups or isocyanate groups can be used. 
Example of such compounds are (poly)ethylene glycol diglycidyl ether, glycerol diglycidyl ether, ethylene glycol, poly- 
ethylene glycol, propylene glycol, glycerin, pentaerythritol. ethylenediamine. ethylene carbonate, polyethylene .mine. 

and ammonium sulfate. ... , ... 

Among the exemplified cross-linking agents, preferred compounds are water-soluble compounds having a pluralrty 
of vinyl groups in a molecule, such as N.N -methylene bis (meth) acrylamide. (polyethylene glycol di(meth)acrylate. 
(oolWpropylene glycol di(meth)acrylate. trimethylolpropane tri(meth)acrylate. trimethylolpropane d.(meth)acrylate glyc- 
erine tf(meth)acrylate. glycerine acrylate methacrylate. ethyleneoxide denaturated trimethylolpropane tr.(meth)acr- 
ylate. pentaerythritol tetra(meth)acrylate. dipentaerythritol hexa(meth)acrylate. triallyl cyanurate. triallyl isocyanurate. 
triallyl phosphate, triallylamine. and poly(meth)alyloxy alkane. 

The amount of the cross-linking agent with respect to the unsaturated monomer vanes depending on a combination 
of unsaturated monomer and cross-linking agent. However, the cross-linking agent is used in an amount ranging pref- 
erably from 0 0001 weight parts to 10 weight parts, more preferably from 0.001 weight parts to 5 we.ght parts most 
preferably from 0.01 weight parts to 2 weight parts, based on 1 00 parts by weight of the unsaturated monomer. When 
the amount of cross-linking agent exceeds 10 weight parts, such unfavorable results are shown that the abso* em 
capacity of the resulting water-absorbent resin is lowered, and foaming by a blowing agent, to be described later^ 
becomes insufficient On the other hand, when the amount of cross-linking agent is less than 0.0001 weight parts, such 
unfavorable results are exhibited that the absorption rate and the gel strength of the resulting water-absorbent resin are 
lowered the water soluble component content increases, and the control of foaming by a blowing agent » difficult. If the 
unsaturated monomer is polymerized without using a blowing agent, the water absorption charactenstics of 
ing water-absorbent resin and various properties of the water-absorbent resin after absorption become unsatisfactory. 

When polymerizing the unsaturated monomer under the presence of a cross-linking agent, it is preferred touse an 
aqueous solution as the unsaturated monomer and the cross-linking agent in order to improve the water absorption 
characteristics of the resulting water-absorbent resin and to achieve efficient foaming by a Wowing agent. Namely, water 
is oreferably used as a solvent. The concentration of the unsaturated monomer in the aqueous solution (hereinafter 
referred to as the aqueous monomer solution) is within a range of preferably from 20 weight percent to 65 weight per- 
cent more preferably from 25 weight percent to 60 weight percent, most preferably from 30 weight percent to 45 we.ght 
percent. If the concentration of the unsaturated monomer is less than 20 weight percent, the water-soluble anponent 
content in the resulting water-absorbent resin may increase, and the absorption rate may not be .mproved because 
foaming by the blowing agent is insufficient. On the other hand. H the concentration of the ^**™™»™ 
exceeds 65 weight percent, it may be difficult to control the reaction temperature and the foaming by *e Wcwgert. 

It is also possibles use water and an organic solvent soluble in water together as a soh,entfor *weovs«»r.- 
omer solution^Examples of the organic solvent are methyl alcohol, ethyl alcohol, acetone, diethyl sutoade. ethylene 
glycol monomethyl ether, glycerin, (polyethylene glycol, (polypropylene glycol, and alkylene carbonate. These organic 
solvents may be used individually, ex in combination. 

In this^Le. the amount of the organic solvent is preferably controlled so that the average part.de diameter of the 
blowing agent d spersed is within a range of from 1 urn to 100 urn. More specifically, the amount of the organic so^errt 
"^eraCat Ngher than 40 percert by weight of water, more preferably no. higher than 20 weigh, percent, most 
preferably not higher than 1 0 weight percent. 
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The blowing agent used when polymerizing the unsaturated monomer in the present invention is in particle form, 
and is a compound which is insoluble or slightly soluble in water and in the organic solvent and is solid at normal tem- 
peratures. Example of such a blowing agent are: 

organic compounds, such as azodicarbonamide, azobisisobutyronitrile, barium azodicarboxylate. dinrtrosoperrtam- 
ethylenetetramine. 4,4*-oxybis(benzen sulfonyl hydrazide). p-toluenesulfonyl hydrazide. diazoaminobenzene. N.N'- 
dimethyl-N.N'-dinttrosotereprrthalamide. n'rtrourea. acetone-p-toluenesulfonyl hydrazone, p-to!uenesulfonyl azide>. 
2. 4-toIuenedisulfonyl hydrazide. p-methyturethane benzene suffonyi hydrazide, trinitroso trimethylene triamine, p- 
tofuenesutfonyf semicarbazide, oxalyl hydrazide, nrtroguanidine, hydroazocarbonamide, trihydrazinotriamine, azo- 
bis formamide, benzenesulfonyl hydrazide, benzene- 1,3-disulfonyl hydrazide, diphenyl sutfone-3,3'-disulfonyl 
hydrazide, 4,4'-oxybis(benezene sulfonyl hydrazide), sutfone hydrazide, malonic acid and salts thereof, and car- 
bamic acid and salts thereof; 

acrylic acid salts of azo-compounds containing an amino group, represented by general formula (1) 



\ 



R 2 

/ 



N 



N 



C-X^-N = N-X 2 -C 
/ \ 



R 3 -N 



I 

R* 



N-R, 



R< 



•2CH, = CH-COOH 



(1] 



(wherein X, and X 2 independently represent an alkylene group having 1 to 4 carbons. Ft,. R 2 . R 3 . R4. R 5 , and R 6 
independently represent a hydrogen atom, alkyi group having 1 to 4 carbons, aryl group, ally I group or benzyl 
group), or 
general formula (2) 



N N 

/ w // \ 

X s C-Xj-N=N-X 4 -C X s 

\ / \ / 

N N 

I I 

R 7 R 8 



■ 2CH, = CH-COOH 



(2) 



(wherein X 3 and X4 independently represent an alkylene group having 1 to 4 carbons, X 5 and X6 independently 
represent an alkylene group having 2 to 4 carbons, and R 7 and R Q independently represent a hydrogen atom or 
alkyi group having 1 to 4 carbons); and 

inorganic compounds, such as carbonates including sodium bicarbonate, ammonium carbonate, ammonium bicar- 
bonate, ammonium nitrite, basic magnesium carbonate, and calcium carbonate. These Wowing agents may be 
used individually, or in combination. Among the exemplified blowing agents, acrylic acid salts of azo-compound 
containing an amino group are particularly preferred. The acrylic acid salt of the azo-compound containing an 
amino group can be evenly dispersed in the aqueous monomer solution in a still state while retaining a predeter- 
mined average particle diameter without using a dispersing agent such as a surface active agent and water-soluble 
polymer, and does not cause sedimentation, floatation nor separation. Moreover, the acrylic acid salts of azo-com- 
pounds containing an amino group exhibit excellent dispersion properties with respect to acrylate monomers. 

The acrylic acid salts of azo-compounds containing an amino groups represented by general formula (1) or (2) 
include, but are not necessarily limited to, 2.2'-azobis(2-methyl-N-phenyi propion amidine) diacrylate, 2,2'-azobis[N-(4- 
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chlorcphenyr)-2-methy1 propion amidine] diacrylate. 2.2*-azobis[N-(4-hydroxyphenyl)-2-methyl propion amidine] diacr- 
ylate. 2. 2*-azobis[2-meth^N-(phenylmethy1) -propion amidine] diacrylate, 2.2 , -azobis[2-methyl-N-(2-propenyf)-propion 
amidine) diacrylate. 2,2'-azobis(2-methyl propion amidine) diacrylate, 2,2'-azobis[N-(2-hydroxyethyl)-2-metriy(propion 
amidine] diacrylate. 2.2'-azobis [2^5-methyi-2-imidazolin-2-yt)propajie] diacrylate. 2,2'-azcbis[2K2-imidazolin-2-yl)pro- 
5 pane) diacrylate. 2.2^a20bis-[2-(4.5.6.7-tetrahydro-lHO,3-diacepine-2-yf)propane] diaCTylate.2,2'-azcfcis[2-{3.4,5.6- 
tetrahydropyrimidine-2-yi)propane] diacrylate. 2.2 , -a20bis[2<54iydroxy-3.4 ( 5.6-tetrahydropyrimidine-2-yl)propane] dia- 
crylate. and 2.2*-azobis{2-[1-{2-hydrQxyethyr)-2-imida2oline-2-yflpropane} diacrylate. Among the above- exemplified 
acrylic acid salts of azo-compounds containing an amino group. 2.2'-azobis(2-methyl propion amidine) diacrylate is par- 
ticularly preferred. 

10 The acrylic acid salt of azo-compounds containing an amino group can be easily isolated by precipitating the acrylic 
acid satts in, for example, an aqueous monomer solution and then filtering. When precipitating the acrylic acid salts of 
azo-compound containing an amino group in an aqueous monomer solution, a poor solvent may be added or cooling 
may be performed, rf necessary. 

As the blowing agent, a blowing agent prepared beforehand may be added to the aqueous monomer solution, or a 
is blowing agent may be prepared by dissolving a precursor of the blowing agent (hereinafter referred to as the blowing 
agent precursor) in the aqueous monomer solution, and then adding carbon dioxide gas and acrylic acid saJt to the 
aqueous monomer solution, if necessary. Namely, it is possible to precipitate the blowing agent by reacting the blowing 
agent precursor with the carbon dioxide gas and acrylic acid salt in the aqueous monomer solution. A preferred acrylic 
acid salt is sodium acrylate. When the unsaturated monomer is an acrylate monomer, the unsaturated monomer can 
20 function as the acrylic acid salt. 

The acrylic acid salts of azo-compounds containing an amino group function as both the blowing agent and the rad- 
ical polymerization initiator. By polymerizing the unsaturated monomer under the presence of the acrylic acid salt of the 
azo-compound containing an amino group, it is possible to obtain a water-absorbent resin having further reduced water- 
soluble component content and residual monomer content. More specifically, by using the acrylic acid salt ol the azo- 
compound containing an amino group, it is possible to obtain a water-absorbent resin containing the water-soluble com- 
ponent in an amount of not higher than 15 weight percent, preferably within a range of from 1 weight percent to 10 
weight percent and the residual monomers in an amount of not higher than 500 ppm. preferably not higher than 300 
ppm. more preferably not higher than 100 ppm. 

The amount of the blowing agent with respect to the unsaturated monomer is not particularly limited, and is suitably 
decided depending on a combination of the unsaturated monomer and the blowing agent. However, the blowing agent 
is used in an amount ranging preferably from 0.005 weight parts to 25 weight parts, more preferably from 0.01 weight 
parts to 5 weight parts, most preferably from 0.05 weight parts to 2.5 weight parts, based on 100 parts by weight of the 
unsaturated monomer. When the amount of the blowing agent is out of the above-mentioned ranges, the resulting 
water-absorbent resin may not have sufficient water absorption characteristics. 

The average particle diameter of the blowing agent which is present in a dispersed state during polymerization is 
within a range of preferably from 1 um to 100 urn. more preferably from 2 um to 50 urn. most preferably from 3 jim to 
40 >im. By setting the average particle diameter of the blowing agent within the abcve-merrtioned range, it is possible of 
adjust the average pore diameter of the water-absorbent resin within a range of from 10 um to 500 um. more preferably 
from 20 um to 400 um, still more preferably from 30 um to 300 um. most preferably from 50 pm to 200 um, thereby 
40 improving the water absorption characteristics of the water-absorbent resin (for example, the dispersion and absorption 
rate of the aqueous fluid). Namely, it is possible to set the average pore diameter of the water-absorbent resin within a 
desired range by setting the average particle diameter of the blowing agent. 

If the average particle diameter of the blowing agent is smaller than 1 um or if the blowing agent is dissolved in the 
aqueous monomer solution, the degree of foaming becomes insufficient, and the average pore diameter of the water- 
absorbent resin cannot be adjusted within the desired range. On the other hand, if the average particle diameter of the 
blowing agent is larger than 100 um. the average pore diameter of the water-absorbent resin cannot be adjusted within 
the desired range. In addition, a decrease in the gel strength of the water-absorbent resin and an increase in the water- 
soluble component content unfavorably occur. The average particle diameter of the blowing agent in the aqueous mon- 
omer solution can be easily measured with a laser-type particle size distribution apparatus. 

As the blowing agent precursor when the blowing agent is an inorganic compound, for example, calcium hydrcoode 
and magnesium hydroxide are given. ^ ^ 

When the blowing agent is acrylic acid salt of the azo-compound containing an amino group, the blowing agent pre- 
cursor is hydrochloride of the azo-compound containing an amino group. Examples include 2.2'-azcb.s(2-methyl-N- 
phenyt propion amidine) dihydrochloride. 2.2'-azobis[N-(4-chlorc^henyl)-2-methylpropion amidine] dihydrochlor.de. 
2 2'-azobis[N-(4-r^raxyphenyl)-2-methylpropion amidine] dihydrochloride. 2,2'-azobis[2-methyl-N-(pheny1methyI)pro- 
pion amidine] dihydrochloride, 2.2^azobis(2-methyl-N-(2-F>ropenyl)^ropion amidine] dihydrochtoride. 2.2 , -azcb.s(2- 
methyl propion amidine) dihydrochloride, 2,2*-azc)bis[N-<2-hydroxyethyl)-2-rr^ylpropic<i amidine] dihydrochloride. 
2 2*-azobis[2-(5-methyl-2-* dihydrochloride. 2.2'-azobis{2-(2-imidazoline-2-yl)propane] dihy- 

drochloride 2 2'-azobis[2-(4,5.6J-tefrahydr^^ 2.2'-azobis[2-(3.4 ; 5.6- 
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tetrahydropyrimidine-2-yl)propane] dihydrochloride, 2,2 , -azobis[2-(5-hydroxy-3,4 ( 5,6-tetrahydropyrimidine-2-yI)pro- 
pane] dihydrochloride, and 2, 2'-azobis{2-[l-(2- hydroxy ethyl)- 2-imidazoline-2-yl]propane} dihydrochloride. These dihy- 
drochlorides of azo-compounds containing an amino group are heat decomposable azo polymerization initiators. 
The hydrochloride of azo-compound containing an amino group causes sedimentation, floatation and separation if 
5 the solubility in the aqueous monomer solution is low. Therefore, if the hydrochloride of azo-compound containing an 
amino group is directly used as a blowing agent, a water-absorbent resin having excellent water absorption character- 
istics cannot be obtained. 

The condition for producing the acrylic acid salt of azo-compound containing an amino group by reacting the hydro- 
chloride of the azo-compound containing an amino group with an acrylic acid salt is not particularly limited, but the fol- 
io lowing conditions are preferred. H is preferred to arrange the pore diameter of the resulting water-absorbent resin to a 
desired size by freely setting the conditions and suitably adjusting the particle diameter during dispersion of the acrylic 
acid sart of the azo-compound containing an amino group. 

Specifically, the set temperature is within a range of preferably from -10 °C to 50 °C, more preferably from 0 °C to 
40 °C. As the acrylic acid salts, acrylic alkaline metal salts are preferred, and sodium acrylate is more preferred. The 
is neutralization rate of the acrylic acid salt is preferably not lower than 50 mole percent, more preferably not tower than 
70 mole percent The concentration of the acrylic acid salt in the aqueous monomer solution is within a range of pref- 
erably from 20 weight percent to a saturated concentration, more preferably from 25 weight percent to the saturation 
concentration. 

Moreover, when producing the acrylic acid salts of azo-compounds containing an amino group, it is desirable to agi- 

20 tale the aqueous monomer solution. By agitating the aqueous monomer solution at a rate not lower than 1 0 rpm. more 
preferably at rates ranging from 20 rpm to 10,000 rpm, it is possible to prepare the acrylic acid salt of azo-compound 
containing an amino group having a substantially uniform particle diameter within a short time. The prepared acrylic 
acid salt of azo-compound containing an amino group can be directly used for the polymerization of an unsaturated 
monomer without the necessity of isolation. 

25 As a method of producing acrylic acid salts of azo-compounds containing an amino group in an aqueous monomer 
solution, i.e.. a method of dispersing acrylic acid salts of azo-compounds containing an amino group in an aqueous 
monomer solution, for example, the following two methods are given. A method of producing an aqueous monomer 
solution by adding the hydrochloride of azo-compound containing an amino group to an acrylic acid salt having a neu- 
tralization rate of 100 percent to prepare an acrylic acid sart of the azo-compound containing an amino group, and then 

30 mixing an unsaturated monomer, such as an acrylic acid which has not been neutralized, a cross-linking agent, and a 
solvent if necessary, with the acrylic acid salt. A method of producing an aqueous monomer solution in which an acrylic 
acid salt of azo-compound containing an amino group is dispersed by adding hydrochloride of the azo-compound con- 
taining an amino group, and an acrylic acid salt if necessary, to an aqueous monomer solution which is prepared before- 
hand. The latter method is more preferred because it can more efficiently produce the acrylic acid salt of the azo- 

35 compound containing an amino group with a uniform particle diameter, ft is also possible to adjust the concentration of 
the unsaturated monomer in the aqueous monomer solution to a desired level by adding a solvent such as water to the 
aqueous monomer solution after producing the acrylic acid salt of the azo-compound containing an amino group. 

The following description will discuss a process for producing a water-absorbent resin according to the present 
invention. 

40 The water-absorbent resin of the present invention is obtained by dispersing a blowing agent in an aqueous mon- 
omer solution and then polymerizing an unsaturated monomer (aqueous solution polymerization). 

The method of dispersing the blowing agent in the aqueous monomer solution is not particularly limited. Examples 
include: a method of dispersing a Wowing agent by adding the blowing agent to an aqueous monomer solution; a 
method of dispersing a blowing agent by adding a blowing agent precursor to an aqueous monomer solution and then 

45 producing and dispersing the blowing agent in the aqueous monomer solution; and a method of dispersing a blowing 
agent by producing an aqueous monomer solution by adding an unsaturated monomer, a cross-linking agent and a 
Wowing agent to a solvent such as water and dispersing the Wowing agent. Among these methods, a preferred method 
is the method of dispersing a blowing agent by adding a Wowing agent precursor to an aqueous monomer solution and 
then producing and dispersing the blowing agent in the aqueous monomer solution because this method produces a 

so water-absorbent resin having a further improved water absorption characteristics. When dispersing the blowing agent, 
the aqueous monomer solution may be agitated, or may not be agitated. 

However, when the Wowing agent is an inorganic compound such as carbonate salt and the unsaturated monomer 
includes an acrylate monomer as a chief constituent, since the reactivity of the inorganic compound and the acrylate 
monomer is relatively high, it is difficult to disperse the inorganic compound in the aqueous monomer solution and con- 

55 trol the particle diameter thereof. In this case, it is desirable to disperse the inorganic compound in the aqueous mono- 
mer solution by using a dispersion stabilizer such as a surface- active agent and water-soluWe polymer. 
When the blowing agent is carbonate salt, preferred examples of the dispersion stabilizer are: 
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hydrophilic organic solvents, such as methyl alcohol, ethyl alcohol, propyl alcohol, butyl alcohol, acetonrtrile. and 
dimethyl formamide; 

water-soluble polymers, such as polyvinyl alcohol, starches and their derivatives, polygalacto mannan. cellulose 
including methyl cellulose, carboxymethyl cellulose and hydroxyethyl cellulose and their derivatives. polyalkyiene 

5 oxides, polyacrylic acids, and polyacrylic acid salts; 

anionic surface active agents, such as fatty acid salts of sodium oleate and potassium caster oil. alkylsulfuric ester 
salts of lauryt sodium sulfide and lauryl ammonium sulfide. aJkylbenzene sulfonic acid salts including dodecyl ben- 
zene sodium sulfonic acid salt, alkyl naphthalene sulfonic acid salt, dialkyl surfo-succinate, alkyl phosphate salt, 
and naphthalenesulfonic formalized condensation product, and polyoxyethylene alkyl sulfate salt; 

w nonionic surface active agents, such as polyoxyethylene alkyl ether, polyoxyethylene alkyl phenol ether, polyox- 
yethylene fatty acid ester, sorbrtan fatty acid ester, polyoxy sorbitan fatty acid ester, polyoxyethylene alkyiamine. 
fatty acid esters, and oxyethylene-oxypropylene block polymer; 

cationic surface active agents, such as alkyl amine salts including lauryl amine acetate and stearyl amine acetate, 
quaternary ammonium salts including lauryl trimethyl ammonium chloride and stea/yl trimethyl ammonium chlo- 
15 ride; and 

amphoteric ionic surface active agents, such as lauryl dimethylamine oxide. However, it is not necessary to restrict 
the dispersion stabilizer to those mentioned above. Such dispersion stabilizers may be used individually, or in com- 
bination. 

20 Among the above-exemplrfied dispersion stabilizers, it is preferred to use at least one kind of dispersion stabilizer 
selected from the group consisting of water-soluble polymer and surface active agent ft is more preferred to use both 
the water-soluble polymer and surface active agent. Among the water-soluble polymers, polyvinyl alcohol, starches and 
their derivatives, cellulose and the derivatives are prefened. The polyvinyl alcohol and hydroxyethyl cellulose are par- 
ticularly preferred. Partially saponified polyvinyl alcohol is still more preferred. Among the surface active agents, anionic 

25 surface active agents and nonionic surface active agents are preferred. Nonionic surface active agents having an HLB 
of not lower than 7 are particularly prefened. 

By adding such a dispersion stabilizer to the aqueous monomer solution, it is possible to evenly disperse an inor- 
ganic compound (blowing agent) such as carbonate in the aqueous monomer solution, and control the average particle 
diameter of the inorganic compound within a range of from 1 urn to 1 00 urn. The amount of the dispersion stabilizer with 

30 respect to the blowing agent is suitably set according to the combination of the blowing agent and the dispersion stabi- 
lizer. The amount of the dispersion stabilizer to be used is not necessarily limited, but is preferably no more than 5 
weight parts based on 100 parts by weight of unsaturated monomer, and preferably no more than 500 weight parts, 
more preferably no more than 100 weight parts, still more preferably no more than 50 weight parts, most preferably no 
more than 10 weight parts based on 100 parts by weight of the blowing agent. More specifically, the amount of the dis- 

35 pension stabilizer to be used is within a range preferably from 0.01 weight parts to 500 weight parts, more preferably 
from 0.05 weight parts to 100 weight parts, still more preferably from 0.5 weight parts to 50 weight parts, most prefera- 
bly from 0.5 weight parts to 10 weight parts. 

The unsaturated monomer in the aqueous monomer solution in which the blowing agent is dispersed can be polym- 
erized by a known method. The polymerization method is not particularly limited, and various methods can be used. 

40 Examples include radical polymerization using a radical polymerization initiator, irradiation-induced polymerization, 
electron radiation-induced polymerization, and ultraviolet-induced polymerization using a photosensitizer. Among these 
methods, radical polymerization is more preferred because this method can quantitatively and perfectly polymerise the 
unsaturated monomer. . 
As the radical polymerization, there are various polymerization methods, such as aqueous solution polymer.zation, 

45 cast polymerization which is performed within a mold, thin-layer polymerization which is performed on a beh conveyer, 
polymerization which is performed while making generated hydrogel polymer into small pieces, reversed-phase sus- 
pension polymerization, reversed-phase emulsion polymerization, precipitation polymerization, and bulk polymeriza- 
tion Among these polymerization methods, the aqueous solution polymerization which polymerizes the unsaturated 
monomer in the form of aqueous solution is more preferred, because the polymerization temperature can be easily con- 

so trolled. . . . 

The aqueous solution polymerization of the unsaturated monomer may be performed either continuously or batch- 
wise, or may be performed under suction, pressure, or atmospheric pressure. The polymerization is preferably per- 
formed in the flow of inactive gas, such as nitrogen, helium, argon, or carbonate gas. 

When performing the aqueous solution polymerization, it is preferred to dissolve or disperse a radical pdymenza- 
55 tion initiator in an aqueous monomer solution in advance. Examples of the radical polymerization mitiator include: 

peroxides, such as ammonium persufete. potassium persulfate. sodium persutfate. hydrogen peroxide, benzoyl 
peroxide, cumene hydroperoxide, and di-t-butyl peroxide; 
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redox initiators formed by combining the above-mentioned peroxides and reducing agents, such as sulfite, bisulfite, 
thiosulfate, formamidine suit inic acid, and ascorbic acid; 

acrylic acid salts of azo-compound containing an amino group represented by general formula (1 ) or (2) above; and 
azo polymerization initiators, such as hydrochlorides of the azo-compound containing an amino group. These rad- 
5 ical polymerization initiators may be used individually, or in combination. When the acrylic acid salt of azo-com- 

pound containing an amino group is used as the radical polymerization imitator, it is more preferred to use a redox 
initiator together with the acrylic acid salt. 

The amount of the radical polymerization initiator with respect to the unsaturated monomer is varied depending on 

io the combination of the unsaturated monomer and the radical polymerization initiator. However, the amount of the radical 
polymerization initiator to be used is within a range of preferably from 0.0005 weight parts to 5 weight parts, more pref- 
erably from. 0.005 weight parts to 2.5 weight parts, based on 100 parts by weight of the unsaturated monomer. If the 
amount of the radical polymerization initiator is less than 0.0005 weight parts, the amount of unreacted unsaturated 
monomers increases, causing an unfavorable increase of the residual monomer content in the resulting water-absorb- 

is ent resin. On the other hand, if the amount of the radical polymerization initiator exceeds 5 weight parts, an unfavorable 
increase of the water-soluble component content in the resulting water-absorbent resin occurs. 

Although the temperature at the initiation of polymerization varies depending on the type of a radical polymerization 
initiator used, it is preferably within a range of from 0 °C to 40 °C. more preferably from 10 °C to 30 °C. Similarly, 
although the polymerization temperature during the reaction varies depending on the type of a radical polymerization 

20 initiator used. H is preferably within a range of from 40 °C to 120 °C, more preferably from 50 °C to 1 10 °C. If the tem- 
perature at the initiation of polymerization or the polymerization temperature during the reaction is outside of the above- 
mentioned range, unfavorable results may be exhibited, for example, the residual monomer content in the resulting 
water-absorbent resin increases, the control of foaming by a blowing agent becomes difficult, and the absorbent capac- 
ity of the water-absorbent resin is lowered because of an excessive self-cross-linking reaction. 

25 The reaction time is not necessarily limited, but is preferably set accorc5ng to the combination of the unsaturated 
monomer, cross-linking agent and radical polymerization initiator, or reactic-n conditions such as the reaction tempera- 
ture. Moreover, the time between the dispersion of the blowing agent and the initiation of the polymerization of the 
unsaturated monomer is not necessarily limited, but a relatively short time is preferred. 

When performing the aqueous solution polymerization, the aqueous monomer solution may be agitated or may not 

30 be agitated. However, in order to achieve efficient foaming by the Wowing agent, it is desirable to keep the aqueous 
monomer solution at rest for at least a predetermined period of time during the reaction. Foaming by the blowing agent 
is more efficiently performed by keeping the aqueous monomer solution at rest after the initiation of polymerization until 
the polymerization rate reaches 10 percent, more preferably 30 percent, still more preferably 50 percent, most prefera- 
bly until the end of polymerization. When using the acrylic acid salt of an azo-compound containing an amino group rep- 

35 resented by general formula (1) or (2) above as the blowing agent, the polymerization may be carried out while 
performing agitation from the initiation of polymerization until the end of polymerization, i.e.. the entire polymerization 
is performed under the agitated condition. 

A hydrogel containing cells which is a (co)polymer of the unsaturated monomer is produced by the polymerization. 
More specifically, the hydrogel containing cells is produced as follows. The unsaturated monomer is (co)polymerized. a 

40 cross-linking reaction by the cross-linking agent and foaming by the blowing agent proceed, and holes (voids) are 
formed in the (copolymer. 

The hydrogel containing cells is chopped into pieces of a size ranging from about 0.1 mm to about 50 mm by a pre- 
determined method during or after the reaction depending on the need. Subsequently, in order to achieve more efficient 
foaming, the hydrogel containing cells is dried, ft is possible to perform foaming by the blowing agent during drying 

45 instead of during reaction. 

The drying temperature is not particularly limited, but is within a range of. for example, preferably from 100 C to 
300 °C. more preferably from 120 °C to 220 °C in order to perform more efficient foaming. Similarly, the drying time is 
not particularly limited, but is preferably between 10 seconds and 3 hours. The hydrogel containing cells may be neu- 
tralized or may be chopped into smaller pieces prior to drying. 

so The drying method is not particularly limited. Drying may be performed by various methods, for example, heat dry- 
ing, hot-air drying, vacuum drying, infrared drying, microwave drying, drum dryer drying, dehydrating by forming an aze- 
otrope with a hydrophobic organic solvent, and high-humidity drying using high-temperature water vapor. Among these 
drying methods, hot-air drying and microwave drying are more preferred. In particular, the microwave drying is pre- 
ferred. When the hydrogel containing cells is irradiated with a microwave, the cells swell into size several times or sev- 

55 eral tens times larger than the size before irradiated, thereby producing a water-absorbent resin having further improved 

absorption rate. ^ . . . . 

When microwave-drying the hydrogel containing cells, it is desirable to arrange the chopped hydrogel containing 
cells to have a thickness of preferably not less than 3 mm. more preferably not less than 5 mm, most preferably not less 
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than 10 mm. In addition, when microwave-drying the hydrogel containing cells, it is particularly desirable to shape the 
hydrogel containing cells into a sheet having the above-mentioned thickness. 

The water-absorbent resin of the present invention can be easily obtained at inexpensive costs by the ^men- 
tioned £Znerization. i.e.. the above-mentioned production process. The water-absorberrt resin 's a porous aoss^nk- 
fng SyThaving ho.es formed uniformly throughout the water-absorbent resin. The molar weight is redely large 
Z Zaverage pore diameter is within a range of preferably from ^^°^^^ re ^ im ^^^° 
Jm sS more preferably from 30 *m to 300 urn. most preferably from 50 ^m to 200 ^. The sheet-l.ke ^absorbent 
Kbt7nrf by microwave-drying the hydrogel containing cells has a bulk specific gravrty wrthm a range of from 0.01 

^The average^ diameter is obtained by an image analysis of the profile of the dried water ^*^J«' ( n ** 
an electron microscope More specifically, a histogram indicating the distribution of pore diameters of the water-absorb- 
enYreS is p^^X the image analysis, and the average pore diameter is obtained by ca.cu.atng the 

number averaae of the pore diameters from the histogram. . 

S nc^Twa^absorbent resin is porous having the above-mentioned average pore diameter, a suffcierr t 
auide space which is necessary for an aqueous fluid to move into the water-absorbent resn ,s ensured under nopres- 
sur?a^dr P 7essure conditions. Thus, the water-absorbent resin achieves excellent permeability approved d.s- 
T^XSZSZZL Huid. and increases the absorption rate and water retention capacity by capHlanty. Moreover 
sincere water-absorbent resin is porous, even if the water-absorbent resin is in the form of particles, rt ,s poss.ble to 
rSinmeS Stability between the particles, thereby preventing a so-called gel blocking phenomenon. An aver- 
£££££ smaller than 10 ^m is not preferred because the liquid permeability and 'J""^*"^ 
Sution is declined. An average pore diameter larger than 500 um is not preferred because the absorption rale is low- 

^The form and size (particle diameter) of the v*ter-absorberrt resin 

• accoSng to the use ofWater-absorbent resin. For example, the water-absorbent resin may be shaped 
fo^such as a sheet and a block. However, when using the water-absorbent resm as a sanrtary matenal. rt s deara- 
Se to '^rtorm gnndrng and classifying processes so as to arrange the average particle diameter wrth.n a range^refer- 
aSy beteeT^S S.000 Z more preferably between 150 ^ and 800 ^m. most preferably between 200 ^ 
and 600 urn It is also possible to form the water-absorberrt resin into particles by granulation. 

Z Zi ^-absSen^esin with the above-mentioned structure rrey b^ 
formTcoSentl^d (secondary cross-linkages) and further increase the cross-link density .n the ^"rty of the ^sur- 
face The surface cross-linking agent is not particularly limited as long as rt .s a compound having a pluralrty of func- 
^ro£oP*e of reacting with a carboxy. group of the water-absorbent resin to form a covalemb^d.^ 
me waTe^S resin wrth^e surface cross-linking agent, the liquid permeability the absorption rate of *»• water- 
Sent^Saand the absorbent capacity and liquid permeability under pressure (to be descnbed later) are further 

"^'Tnf surface cross-linking agent is not particularly limited, and preferred examples include: 

oolvhvdric alcohol compounds, such as ethylene glycol, diethylene glycol, methylene glycol, tetraethylene glycol. 
SX^ene^ycoSene glycol. 1.3-oropanediol. dipropylene glycol. 2 .2.4-mmethyl-1.3-pentaned«L polypro- 
Sn?^ ^^prtyiieria 2-butene-1.4<Jiol. 1 .4-butanecfiol. 1.5-pentanediol. 1 .6-hexaned,ol. 1^- 
SSe^imeSol: U cylhexanediol. trimethviolpropane. diethanolamine. tiiethano.am.ne. polyoxypropy.- 

^er^Sycerol pclyglycidyl ether, polyglycerol polyglycidyl ether, propylene glycol d.glyadyl ether, polypropy! 

£^e^X^^ diethylenetriamine. tii^etetra^ne. tetraeth,- 

enepentamine. perrtaethylenehexamine. polyethylenenmine. and pcJyamide-^ryarnme, 
hal^poxy compounds, such as epichlorohydrin. epibromohydrin. and a-methylep,chlorohydr.n 

P^rSiea^'rtLe cL- inking agents, the polyhydric alcohol compounds, epoxy conpoun*. polyarr«ne com- 
^eSonToc^cts of L po,yam!ne compounds and haloepoxy compounds, and alkylene carbonate 
compounds are more preferred. 
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These surface cross-linking agents may be used individually, or in combination. When using more than one type of 
surface cross-linking agents, rt is possible to obtain a water-absorbent resin having further improved absorbent charac- 
teristics by using a combination of a first surface cross-linking agent and a second surface cross-linking agent having 
different solubility parameters (SP values). The solubility parameter is a value which is generally used as a factor rep- 
resenting the polarity of a compound. 

The first surface cross-linking agent is a compound which is reactive with the carboxyl group of the water-absorbent 
resin and has a solubility parameter of not lower than 12.5 (cal/cm 3 ) 1/2 , for example, glycerin. The second surface 
cross-l inking agent is a compound which is reactive with the carboxyl group of the water-absorbent resin and has a sol- 
ubility parameter less than 12.5 (cal/cm 3 ) 1/2 , for example, ethylene glycol diglycidyl ether. 

The amount of the surface cross-linking agent with respect to the water-absorbent resin varies depending on the 
combination of water-absorbent resin and surface cross-linking agent. However, the amount of the surface cross-linking 
agent to be used is within a range of preferably from 0.01 weight parts to 5 weight parts, more preferably from 0.05 
weight parts to 3 weight parts, based on 100 parts by weight of the dry water-absorbent resin. By using the surface 
cross-linking agent in an amount within the above-mentioned range, it is possible to further improve the water absorp- 
tion characteristics with respect to body fluids (aqueous fluids), such as urine, sweat, and blood. If the amount of the 
surface cross-linking agent is less than 0.01 weight parts, the cross-link density in the vicinity of the surface of the water- 
absorbent resin can hardly be increased. On the other hand, if the amount of the surface cross-linking agent exceeds 
5 weight parts, the surface cross-linking agent becomes excessive, causing uneconomical results and difficulty in con- 
trolling the cross-link density to be a suitable value. 

The method of treating the water-absorbent resin with the surface cross-linking agent is not particularly limited. For 
example, the following three methods are listed. ® A method including mixing the water-absorbent resin and the sur- 
face cross-linking agent without the presence of solvent. @ A method including dispersing the water-absorbent resin 
in a hydrophobic solvent such as cyclohexane and pentane, and mixing the surface cross-linking agent and the water- 
absorbent resin. © A method including dispersing or dissolving the surface cross-linking agent in a hydrophilic solvent, 
and spraying or dropping the solution or the dispersion into the water-absorbent resin to mix them. Among these meth- 
ods. <3) is most preferred. Water, or a mixture of water and an organic solvent soluble in water is suitably used as the 
hydrophilic solvent. 

Examples of the organic solvent include: 

lower alcohols, such as methyl alcohol, ethyl alcohol, n-propyl alcohol, isopropyt alcohol, n-butyl alcohol, isobutyl 
alcohol, and t-butyl aJcohol; 
ketones, such as acetone; 

ethers, such as dioxane. ethyleneoxide (EO) added compound of monohydric alcohol, and tetrahydrof uran; 
amides, such as N.N-dimethyiformamide, and e-caprolactam; and 

sulfoxides, such as dimethyl sulfoxide. These organic solvents may be used individually, or in combination. 

The amount of the hydrophilic solvent with respect to the water-absorbent resin and the surface cross-linking agent 
varies depending on the combination of water-absorbent resin, surface cross-linking agent and hydrophilic solvent. 
However, the amount of hydrophilic solvent to be used is preferably not higher than 200 weight parts, more preferably 
within a range of from 0.01 weight parts to 50 weight parts, still more preferably from 0.1 weight parts to 50 weight parts, 
most preferably from 0.5 weight parts to 20 weight parts, based on 100 parts by weight of the water-absorbent resin. 

A mixer for use in mixing the water-absorbent resin and the surface cross-linking agent preferably has a great mix- 
ing power so as to mix them evenly and surely. Preferred examples of the mixer are a cylindrical mixer, double-wall con- 
ical mixer, high-speed agitation-type mixer, V-shaped mixer, ribbon blender, screw mixer, fluid oven rotary desk mixer, 
airborne mixer, double-arm kneader, internal mixer, crush-type kneader, rotary mixer, and screw extruder. 

The treatment temperature and treatment time when treating the water-absorbent resin with a surface cross-linking 
agent are not particularly limited, and are set according to the combination of water-absorbent resin and surface cross- 
linking agent, and a desired cross-link density. However, a preferred treatment temperature is, for example, within a 
range of from 0 °C to 250 °C. 

When treating the water-absorbent resin with a surface cross-linking agent, it is possible to further add a mixing 
assistant, if necessary. As the mixing assistant, powder of fine particles which are insoluble in water, surface active 
agents, organic acids, inorganic acids, and polyamino-acids are listed. Examples of organic acids are saturated carbox- 
yiic acids, such as citric acid, lactic acid, and succinic acid. As the inorganic acids, for example, phosphoric acid, sulfuric 
acid, and' hydrochloric acid are given. These mixing assistants may be used individually, or in combination. The mixing 
assistant is preferably used in an amount ranging from 0.01 weight parts to 5 weight parts based on 1 00 parts by weight 
of the water-absorbent resin. The method for mixing the water-absorbent resin, the surface cross-linking agent and the 
mixing assistant is not particularly limited. 

The water-absorbent resin whose cross-link density in the vicinity of the surface is improved by the formation of a 
covalerrt bond. i.e.. the water-absorbent resin to which the above-mentioned treatment has been applied, may have fur- 
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ther improved cross-link density in the vicinity of the surface by treating it with a cationic compound to form an ionic 
bond (secondary cross linkage). The cationic compound is not particularly limited as along as it is a compound capable 
of forming an ionic bond by reacting with the carboxylic group of the water-absorbent resin (i.e.. the^rboxylic group 
which has not reacted wrth the surface cross-linking agent). By treating the water-absorbent resin with the cationic com- 
5 pound, it is possible to further improve the water absorption characteristics, such as the absorption rate, dispersion, 
water retention capacity, dry touch, and absorbent capacity under pressure. 
Examples of the cationic compound are: 

low-molecula™eight pdyamine compounds, such as ethylenediamine, diethylenetriamine. triethylenetetramine. 
io tetraethyleneperrtamine.andpentaethylenehexamine: ja .^»_u ,w« 

cationic polyelectTolvtes. such as polyethylene-imine. modified polyethylene-.mine modified to be water-soluble by 
eoihalohydrin polyamine. polyamide-amine modified by grafting ethylene-imine. protonated polyamide-amine. pol- 
yetherarnine. polyvinylamine. polyalkylamine. polyvinylimidazole. polyvinytpyridine. polyvinyl imidazoline, polyvinyl 
tetrahydrcpyridine. polydialkylamino alkylvinyl ether, polydialkylamino alkyl(meth)acrylate. and polyallylam.ne. and 

' 5 Slyv^eTmeS d compounds. such as hydroxides, chlorides, sulfate, and carbonate of polyvalent metals including 
zinc, calcium, magnesium, aluminum, iron and zirconium. However, the cationic compound is not necessarily lim- 
rted to those mentioned above. These cationic compounds may be used individually, or in combination. Among the 
exemplified cationic compounds, the cationic pdyelectrolytes and salts thereof are more preferred. 

The amount of the cationic compound with respect to the water-absorbent resin varies depending on the combina- 
tion of water-absorbent resin and cationic compound. However, the cationic compound is used in an amount r ang.ng 
preferably from 0.01 weight parts to 5 weight parts, more preferably from 0.1 weight parts to 3 weight parts tesed on 
!oo parts by weight of the dried water-absorbent resin. By using the cationic compoundin an amount withm ^above- 
mentioned range, it is possible to obtain a water-absorberrt resin having further improved water absorption charactens- 
JcTsuch as the absorption rate, dispersion, water retention capacity, dry touch, and absorbent capacrtyi under pres- 
sure The method of treating the water-absorbent resin with the cationic compound is the same as that used for treating 
the water-absorbent resin with the surface cross-linking agent. The treatment temperature and treatment time arenot 
pearly limited, and are set according to the combination of water-absorbent resin and cation* corrpou^and a 
desired cross-link density. However, a preferred treatment temperature is. for example, room temperature, and may be 
increased to temperatures ranging from 50 °C to 1 00 *C. "if necessary. 

^e at^entioned method, it is possible to easily and industrially produce the water-absorbent resin at an 
inexpensive cost The resulting water-absorberrt resin is porous having an average pore diameter wrthm a range of from 
oTtoMO^m The amounfof water absorbed by the water-absorbent resin 60 minutes after the initiation of absorb- 
entCXuSerpres^re is preferably no lower than 25 g/g. more preferably no tower than 30 g/g. The ^soluWe 
c^ertcontentin the water-absorbent resin is preferably no higher than 1 5 weight percent, more preferably within 
a^Te of from 1 weight percent to 10 weight percent Moreover, theresidual monomer content in thej^ter,absorberrt 

Z £Z tSi,e pr^sica. properties of the water-absorbent resin are superior and balanced, the water absorption 
characteristics of the water-absorbent resin, such as the liquid permeability under pressure, are excellerrt. 

Fu^ernTore Vis possible to impart various functions to the water-absorbent resin by adding thereto deodorant 
^ZTZolwg^c powders, Wowing agent, pigment dye. hydrophilic short ftoer. p.asticize, thickening agent, 
surface-active aaent fertilizer, oxidizer, reducing agent, water and salts, if necessary. 

A^Sr^bSSrrt ^sin composition of the present invention is obtained by mixing inorgan.c powder in the form of 
fine ^es^te above-mended water-absorbent resin, i.e.. the water-absorbent resin 
parameter is arranged within a range of preferably from 50^ to 1.000 ^m. rr»repreferably from 1 SO u m to M0 
Smmotf Preferably from 200 urn to 600 ^m. through the gliding and classifying steps. The water-absorbent resin com- 
Sn pSXcon^ns a Ler-abso*ent resin formed by an unsaved monomer conta.nmg an acrytate mono- 

^ Z iSSSS^L. inactive substances which are inactive wrth respect to the aqueous fluid and *e like, for 
exarSe ?rp^^o7various inorganic compounds and f m particles of clay mineral are used. Preferred ino^anic 
!^? n 13suitable affinity wrth respect to water, and insoluble or slightJy-soluble in water. Examples of such ,nor- 
^^^^^JS^^s^ssOinn dioxide and titanium oxide, silicic acid (salt) such as natural zeolite 

aTsy^Tztr^ 

u£ I^Tt^arts^ acid £lt) whose average partide dimeter is not larger than 200 ^ when measured by 
^a^nt'^ 
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resin. The method of mixing the water-absorbent resin and inorganic powder is not particularly limited. For example, a 
dry Wending method or a wet blending is used. In particular, dry blending is preferred. 

Regarding a water-absorbent resin composition of the above-mentioned structure, the water retention capacity is 
not lower than 20 g/g, the absorption rate is not higher than 120 seconds, and the liquid permeability is not higher than 
200 seconds. The water-absorbent resin composition is made into an absorbent article by, for example, being compos- 
ite (combined) with fibrous material such as pulp. 

The absorbent article is not particularly limited, and examples includes: sanitary materials (body fluids absorbent 
articles) such as paper diapers, sanitary napkins, incontinence Pads, wound protecting material and wound healing 
material; absorbent articles for absorbing urine of pets; materials of construction and building, such as building material, 
water retentive materia] for soil, packing material, and gel pusule; materials for food, such as drip absorbing material, 
freshness retentive material, and heat insulating material; various industrial articles, such as oil and water separating 
material, condensation preventing material, and coagulant; and agricultural and horticultural articles, such as water 
retentive material for plant and soil. For instance, paper diaper is formed by layering a back sheet (back material) made 
of waterproof material, the above-mentioned water-absorbent resin composition, and a top sheet (front material) made 
of a liquid permeable material in this order, fix these materials to each other, and fastening a gather (an elastic section) 
and a so-called tape fastener onto the laminate. The paper diaper includes paper-diaper-containing training pants 
which are used for teaching a young child when to use the toilet. 

The water -absorbent resin composition has sufficient fluid passing space necessary for the movement of an aque- 
ous fluid into the water-absorbent resin under pressure even in a so-called high dense condition, i.e.. even when the 
proportion of the water-absorbent resin composition to the total amount of the water-absorbent resin composition and 
the fibrous material is not lower than 50 weight percent Thus, the water-absorbent resin composition can achieve 
excellent permeability and dispersion of the aqueous "fluid under pressure, and can improve the absorption rate and 
water retention capacity by capillarity without causing a gel blocking phenomenon. Consequently, even in the use in 
which the aqueous fluid is required to be absorbed a plurality of times, for example, when the absorbent article is a san- 
itary material, it is possible to prevent the sanitary material from leakage. Moreover, a reduction in the thickness of the 
sanitary material can be achieved. 

For a fuller understanding of the nature and advantages of the invention, reference should be made to the ensuing 
detailed description taken in conjunction with the accompanying drawings. 

BRIEF DESCRIPTION OF THE DRAWINGS 

Fig. 1 is a schematic cross sectional view of a measurement device used for measuring the absorbent capacity 
under pressure that is one of the performances exhibited by a water-absorbent resin of the present invention. 

Fig. 2 is a schematic cross sectional view of a measurement device used for measuring the liquid permeability that 
is one of the performances exhibited by a water-absorbent resin composition of the present invention. 

Fig. 3 is a chart of 1 H-NMR of 2,2'-azobis(2-methyl propionamtdine)dicarylate as a blowing agent of the present 
invention. 

Fig. 4 is a chart of infrared absorption spectrum (IR) of the 2,2 , -a20bis(2-methylpropionamidtne)dicarytate. 

Fig. 5 is a photograph as a drawing, indicating the structure of particles of a water-absorbent resin obtained in 

Example 11. _^ 
Fig. 6 is an electron photomicrograph as a drawing, indicating the structure of the profile of a water-absorbent resin 

obtained in Example 14. . 

Fig. 7 is a photograph as a drawing showing the structure of particles of a water-absorbent resin obtained in Com- 
parative Example 1. 

BEST MODE FOR CARRYING OUT THE INVENTION 

The following examples and comparative examples are provided to describe the present invention in greater detail, 
and are not meant to limit the present invention. Unless otherwise specified, -part" and "percent" as used in the follow- 
ing descriptions refer to Veight part" and "weight percent", respectively. 

The performances of a water-absorbent resin or a water-absorbent resin composition were measured by the follow- 
ing methods. When measuring the performances, a water-absorbent resin in particle form was used. More specifically, 
the particle distribution of the water-absorbent resin was adjusted so that particles having particle diameters ranging 
from 850 urn to 500 urn are 25 percent to 35 percent, particles having a particle diameters ranging rom 500 urn to 150 
urn are 65 percent to 75 percent, and particles having a particle diameters ranging from 1 50 urn to 1 0 urn are 0 percent 
to 1 0 percent when the total amount is 1 00 percent 

In addition, a method for producing 2.2'-azobis(2-methyi propionamidine)dicarylate as an acrylic acid salt (blowing 
agent) of an azo-compound containing an amino group represented by general formula (1) above will be discussed 
below. 
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(1) Water Retention Capacity of Water-absorbent Resin 

0.2 grams of water-absorbent resin was evenly placed in a tea bag (6 cm x 6 cm), and the tea bag wasseaJedby 
heat The tea bag was then placed in an aqueous 0.9 percent sodium chloride solution (physiology sal.ne). The tea bag 
was removed from the aqueous solution 60 minutes later, and centrifuged at 1.300 rpm for three rmnutes usingjr cen- 
Suaal seoarator The weight W 1a (g) of the tea bag was measured. The same test was performed us.ng an emptybag 

capacity (g/g) was calculated from the weights W, a and W 0a according to the following equation. 

Water retention capacity(g/g) = (W ^a-W^gM/waler-absorbent resin weight(g) 

(2) Residual Monomer Content in Water-absorbent Resin 

After placing 100 ml of deionized water in a 200 ml beaker, the deionized water was completely gelated by 'adding 
1 0 gram ot vvateVabsorbent resin while agitating. One hour later. 5 ml of aqueous phosphoncacd solution padded 
to the resulting gel to condensate the gel. The condensed gel was filtered wrth a fdter paper while ag.tat.ng. and the f .1- 
trate i e water produced by condensation, was analyzed using a high-speed liquid chrorratography. 

£ou. ™"<"™ wrth a known concentration was analyzed as a *tar*ard so^ion to obtain 

a JTation curve^y setting the calibration curve as an external standard, the residual monomer content (ppm) of the 
w?e^*^n7resTn was calculated while considering the dilution of the filtrate. Here, me resdual monomer content 
is given by a reduced value corresponding to the solid component in the water-absorbent resin. 

(3) Water-soluble Component Content in Water-Absorbent Resin 

0 5 orams of water-absorbent resin was dispersed in 1 .000 ml of deionized water, agitated tor 16 hours, and filtered 
v^m a fi«erwe^he aTunt (percent) of water-soluble component was obttined by colloid-titrating the resulting f ,.- 
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(4) Dispersion Rate (Dispersibilrty) of Water-absorbent Resin 

Various reaqents were first dissolved in water to prepare aqueous solutions containing 600 ppm to 700 ppm sodium 
catio?^m?o^^m calcium cation. 55 ppm to 65 ppm magnesium cation. 1.100 ppm to 1.200 ppm possum 
2E' 2^m to 28?ppm phosphorus. 450 ppm to 500 ppm sulfur. 1 . 100 ppm to 1 .300 ppm chtonne. and 1 .300 ppm 
to 1 400 com sulfate group, respectively. These aqueous solutions were used as synthetic urine 

*S?0 Sam of wate -absorbent resin was evenly spread in a Petri dish with an mternal diameter of 58 mm and 
« H«Tof 12 mTsuteeouently 20 grams of synthetic urine having a temperature of 25 -C was calmly pored into the 
^of the P«£i di^aTa time The S taken from me initiation of pouring of synthetic urine to the time at which 

time was taken as a dispersion rate (seconds). 

(5) Dry Touch of Water-absorbent Resin 

20 pieces of filter paper with a diameter of 55 mm were layered on the water-absorbent resin after measuring the 
20 pieces or ,0le, P^ absorbent resin which absorbed the synthetic urine and swelled. The wetght of the 

1 JTI !Z rtTTh* drv touch was evaluated by measuring the weight of the f ilter paper after the one minute leave 
lt t in^JsV me wTgM Name* as theamount of synthetic urine moved from me swelled water- 

5 to 22? smaHer.me ^ase * the weight * •» paper is smaller. Moreover. 
ZESSi in me ShtT^ller. me touch of me swelled waler-absorben, re^n becomes drier. Namely. * can 
be evaluated that me dry touch of the water-absorbent resin is excellent. 

(6) Absorbent capacity of Water-absorbent Resin under Pressure 

A measuring device for use in measuring me absorbent capacity under pressure is first explained briefly with refer- 
enC8 As , iStr^tedinF,g 1 me measuring device includes a scale 1. a container 2 of a predeterrrtned capacity placed 
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2b. The container 2 contains a predetermined amount of synthetic urine 12. The bottom end of the outside air inlet pipe 
3 sinks in the synthetic urine 12. The outside air inlet pipe 3 was provided to keep the pressure in the container 2 at 
substantially atmospheric pressure. The glass filter 6 was formed to have a diameter of 55 mm. The container 2 and the 
glass filter 6 are connected to each other with the tube 4. The position and height of the glass fitter 6 with respect to the 
container 2 was fixed. 

The measuring section 5 includes filter paper 7, a bearing cylinder 9. a metal gauge 10 attached to the bottom of 
the bearing cylinder 9. and a weight 1 1 . In the measuring section 5. the paper fitter 7 and the bearing cylinder 9 (Le- 
the metal gauge 10) are placed in this order on the glass fflter 6. and the weight 1 1 is placed inside the bearing cylinder 
9, i.e., on the metal gauge 10. The metal gauge 10 was made of stainless steel and is 400 mesh (38 urn in mesh). A 
predetermined amount of water-absorbent resin 15 having a predetermined particle diameter was evenly spread over 
the metal gauge. 10 in measuring. In addition, the top surface of the metal gauge 10. i.e., the contact surface between 
the metaJ gauge 10 and the water-absorbent resin 15, was arranged at the same level as the height of a lower end sur- 
face 3a of the outside air inlet pipe 3. The weight of the weight 1 1 was adjusted so that a load of 50 g/cm 2 was evenly 
applied to the metal gauge 10, i.e., to the water-absorbent resin 1 5. 

The absorbent capacity under pressure was measured using a measuring device of the above-mentioned struc- 
ture. The following description will discuss the measuring method. 

First, prescribed preparations were made. For example, a predetermined amount of the synthetic urine 12 was 
placed in the container 2. and the outside air inlet pipe 3 was fitted into the container 2. Next, the filter paper 7 was 
placed on the glass filter 6. At the same time as placing the fitter paler 7 on the glass filter 6, 0.9 grams of water-absorb- 
ent resin was evenly spread inside the bearing cylinder 9, i.e.. on the metal gauge 10, and the weight 11 was then 
placed on the water-absorbent resin 15. 

Subsequently, the metal gauge 10, i.e., the bearing cylinder 9 whereupon the water-absorbent resin 15 and the 
weight 1 1 were placed, was placed on the fitter paper 7 so that the center of the bearing cylinder 9 coincides with the 
center of the glass filter 6. 

Weight W 2 (g) of the synthetic urine 12 absorbed by the water-absorbent resin 15 was measured using the scale 1 
with the passage of time over 60 minutes after the placement of the bearing cylinder 9 on the fitter paper 7. The same 
process was performed without using the water-absorbent resin 15. and the weight, i.e.. the weight of synthetic urine 
12 absorbed by members other than the water-absorbent resin 15, for example, the fitter paper 7. was measured as 
Wank weight W 3 (g) with the scale 1 . The absorbent capacity under pressure (g/g) was calculated from the weights W 2 
and W 3 according to the following equation. 

Absorbent capacity under pressure (g/g) « (W 2 (g)-W 3 (g))/water-absorbent resin weight(g) 

(7) Water Retention Capacity of Water-absorbent Resin Composition 

0.2 grams of water-absorbent resin composition was evenly placed in a tea bag (6 cm x 6 cm), and the tea bag was 
sealed by heat The tea bag was then placed in an aqueous 0.9 percent sodium chloride solution (physiologic saline). 
60 minutes later, the tea bag was removed from the solution and centrifuged at 250G for three minutes using a centrif- 
ugal separator. The weight W 1b (g) of the tea bag was measured. The same test was performed using an empty bag 
containing no water-absorbent resin composition, and the weight W 0b (g) of the empty bag was measured. The water 
retention capacity (g/g) was calculated from the weights W lb and W 0b according to the following equation. 

Water retention capacity(g/g) «(W 1b (g)-W 0b (g))/water-absorbent resin composition weight(g) 

(8) Absorption Rate of Water-absorbent Resin Composition 

1.0 gram of water-absorbent resin composition was placed in a polypropylene cylindrical cup having an internal 
diameter of 50 mm and a height of 70 mm. Subsequently, 28 grams of physiologic saline was pored into the cup. The 
time taken for reaching a state in which the physiologic saline was completely absorbed by the water-absorbent resin 
composition and become unseen from the initiation of pouring of the physiologic saline was measured. The measure- 
ment was performed three times, and the average value was taken as the absorption rate (seconds). 

(9) Rate of Fluid to Flow through Water-absorbent Resin Composition (Liquid Permeability) Under Pressure 

A measuring device for use in measuring the liquid permeability under pressure will be briefly explained with refer- 

^ As illustrated in Fig. 2, the measuring device includes a glass column 20, a pressure shaft 21 . and a weight 22. The 
glass column 20 is formed into a cylindrical shape with an internal diameter of one inch and a height of 400 mm. 
Attached below the glass column 20 is a cock 25 which is freely opened and closed. Moreover, a glass filter 27 is 
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inserted into the glass column 20 so as to fill the glass column 20 with a water-absorbent resin »"^ a °" 
mesh of the glass filter 27 is #G2. The glass column 20 is provided with standard l.nes L and M. The standard line Us 
given at a level 150 mm distant from the top surface of the glass filter 27. The standard line M is given at a level 100 
mm distant from the top surface of the glass filter 27. The glass column20 comains a f*«"™*^«^£ a 
ologic saline 29 therein. BIO-COLUMN CF-30K (trade name, catalog code: 22-635-07. produced by Kabush.* Kasha 
luchi Seieido) was used as the glass column 20. 

A plate 23 on which the weight 22 is placable is fixed to the upper end section of the pressure shaft 21 .,The plate 

23 is shaped into a circular plate of a diameter slightly smaller than the internal diameter of the glass column 20. The 
pressure shaft 21 has a length that prevents the plate 23 from sinking in the physiologic saline 29. 

Moreover a pressure plate 24 is fixed to the lower end section of the pressure shaft 21 . The pressure plate 24.s 
shaped into a circular plate with a diameter of about 1 inch and a thickness of 10 mm. and has 64 holes 24a on the 
urjoer surface through the lower surface. The holes 24a have a diameter of 1 mm and positioned at an interval of about 
2 mm. In this structure, the physiologic saline 29 flows from the upper surface to the lower surface of the pressure plate 

24 ^p're^u'^'Saft^l . i.e., the pressure plate 24. is movable in upward and downward directions in the glass ;col- 
umn 20 A glass filter 26 is attached to the lower surface of Ihe pressure plate 24. The mesh of the glass filter 26 is #G0. 

The weight of the weight 22 is adjusted so as to allow a load of 24.5 g/cm 2 to be evenly applied to the swelled water- 
absorbent resin composition 30. 

The liquid permeability was measured with a measuring device having the above-mentioned structure. The meas- 
uring method will be discussed below. . . . 

First the cock 25 is closed, and the glass f ilter 27 is inserted into the glass column 20. 0.5 grams of water-absorb- 
ent resin imposition is then placed in the glass column 20. Next, an amount of the physiologic saline 29 that could not 
be absorbed by the water-absorbent resin composition 30, i.e.. an excessive amount of physiologic saline 29. is placed 
in the glass column 20 to swell the water-absorbent resin composition 30. „.„„ , Ho ,^ 

About one hour later, the water-absorbent resin composition 30 sufficiently settles out and the , swelhngthereof 
reaches an equilibrium condition. Then, the pressure shaft 21 is inserted into the glass column 20. ^«*»* 
the pressure plate 24 is placed on the water-absorbent resin composition 30 while dschargmg the air so that the air 
does not remain between the swelled water-absorbent resin composition 30 and the glass Nter 26. Thereafter, the 
weiaht 22 is placed on the plate 23 to press the water-absorbent resin composition 30. 

Subsequently, the physiologic saline 29 is added to adjust the height (flukJ depth) H from the upper surface of the 
class filter27 (the lowest section of the water-absorbent resin composition 30) to the Bqud level to be 200 mm 

Next the cock 25 is opened to discharge the physiologic saline 29. and the time between a passage of the hqu.d 
level of the physiologic saline 29 through the standard line L and a passage of the liquid level through the standard^ 
M is measured The arnount of the physiologic saline 29 discharged during the measured time ,s about 25 ml (observed 

^The measurement is performed three times, and the average value is taken as the rate of fluid to flow -liquid per- 
meability" (seconds). The measurement is also carried out in the same manner without using the water-absorbent res.n 
composition 30. In this case, the liquid permeability was 10 seconds. 

(10) Method for Producing 2.2'-azobis(2-methyl propionamidine)diacrylate 

6.7 parts aqueous 37 percent sodium acrylate solution as acrylic acid salt was added to 36 P^^eousl 0 1 per- 
cent 2.2--a20bte(2-methyl propionamidine)dihydrochloride solution as a blowing agent precursor " 
•Cwhle aoitating the aqueous 2.2--axobis(2-methyl propionamkline)dihuydrochlorKle solution at 1 200 rpm. Several 
s^£S C aStSn. the aqueous solution appeared cloudy or white, and white ft» solid partides with an aver- 
aSS^l-eteTol 1 0 urn were generated. The t*e sdtf particles were evenly dispersed in **»»*«**™ 
Atotf 2 2 parts fine solid partides were isolated by filtering the aqueous solution, and then punned by washmg wrth 
^eT^e^M^rp^spectnin (UV) of the resulting fine solid partides was measured As a resun^sorp- 
S unkTue toro groups was observed at 365 nm. Additionally, elemental analysis of the ,ne so* particle ^as per- 
Tmed and CSr (nuclear magnetic resonance) and infrared absorption spectrum (IR) were measured, .n the 
mfta<iurement of 1 H-NMR. heavy water was used as a soK/errt. . t . xj . . . 

TaTiuM was confirm Jthat the fine solid partides were 2.2--azobis ( 2-methyt propior«mjd.ne)dacrytete as an 
acry^adSdt o, So-compound containing an amino group (btowing agent), represented by genera, formute (1) 
m^foneTaSve. The chart of 1 H-NMR ar* the chart of IR are shown in Rgs. 3 and 4. respectively. 

[Example 1] 

First 38 6 oarts acrylic acid as unsaturated monomer. 409 parts aqueous 37 percent sodium acrylate solution, 
o CSSne as a crossing agent a* 53 parts deionized water were m,xed to prepare 
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an aqueous monomer solution. Namely, the aqueous monomer solution is an aqueous 38 percent acrylate monomer 
solution with a neutralization rate of 75 mole percent. 

By bubbling a nitrogen gas into the aqueous monomer solution while keeping the temperature of the aqueous mon- 
omer solution at 25 °C, dissolved oxygen was removed. Next, 4.3 parts 10 percent aqueous 2,2 , -azobis(2-methyl pro- 
pionamidine)dihydrochloride solution as a blowing agent precursor was added while agitating the aqueous monomer 
solution. Thereafter, the aqueous solution was agitated at 25 °C under the flow of nitrogen. 

About seven minutes after the initiation of agitation, the aqueous solution appeared cloudy or white, and white fine 
solid particles with an average particle diameter of 9 urn were generated. The fine solid particles was 2,2'-azobis(2- 
methyl propionamidine)diacrylate as a blowing agent. Moreover, 10 minutes after the initiation of agitation, the solid 
content in the aqueous monomer solution, i.e., the amount of 2,2'-azobis(2-methyl propionamidine)diacrylate generated 
became 0.29 percent based on the acrylate monomer. The 2 ( 2'-azobis<2-methy1 prop ionamidine)di acrylate was uni- 
formly dispersed in the aqueous monomer solution. 

At this time (10 minutes after the initiation of agitation), 2.6 parts aqueous 10 percent sodium persutfate solution 
and 1 part aqueous 1 percent L-ascorbic acid solution were added as a redox initiator (radical polymerization initiator) 
while agitating the aqueous monomer solution. After sufficiently agitating the aqueous monomer solution, rt was left at 
rest. 

About 10 minutes after the addition of aqueous sodium persutfate solution, the temperature of the aqueous mono- 
mer solution reached about 89 °C. Thereafter, the aqueous monomer solution was left at rest for further 10 minutes 
while keeping the temperature thereof between 70 °C and 80 °C to polymerize the acrylate monomer. As a result a 
hydrogel having cells as a porous cross-linking polymer was obtained. 

The resulting hydrogel having cells was removed, made into small pieces of a size ranging from about 20 mm to 1 
mm, and hot-air dried at 150 °C with a hot-air drier. Subsequently, the dried pieces were ground with a roll mill, and 
sieved using a standard screen (850 ujn) according to JIS standards, thereby producing a water-absorbent resin of the 
present invention. . 

It was confirmed through an electron photomicrograph that the above-mentioned water-absorbent resin was 
porous The average pore diameter of the water-absorbent resin was 60 urn Moreover, various physical properties of 
the water -absorbent resin were measured by the above-mentioned methods. The water retention capacity was 29 g/g, 
the residual monomer content was 200 ppm. the water-soluble component content was 9 percent, the dispersion rate 
was 33 seconds, the dry touch was 4.3 g, and the absorbent capacity under pressure was 1 1 g/g. The results are shown 
in Table 1 . 



[Example 2] 

First. 38.6 parts acrylic acid, 409 parts aqueous 37 percent sodium acrylate solution. 1 .08 parts polyethylene glycol 
diacrylate as a cross-linking agent, and 53 parts deionized water were mixed to prepare an aqueous monomer solution. 
Namely, the aqueous monomer solution is an aqueous 38 percent acrylate monomer solution with a neutralization rate 
of 75 mole percent. 

By bubbling a nitrogen gas into the aqueous monomer solution while keeping the temperature of the aqueous mon- 
omer solution at 25 °C, dissolved oxygen was removed. Next, 4.3 parts aqueous 10 percent 2.2-azobis(2-methy1 pro- 
pionamidine)dihydrochloride solution was added while agitating the aqueous monomer solution. Thereafter, the 
aqueous solution was agitated at 25 °C under the flow of nitrogen. 

About seven minutes later from the initiation of agitation, the aqueous solution appeared cloudy or white, and 2.2- 
azobis(2-methy1 propionam(dine)diacry1ate in the form of white fine particles with an average particle diameter of 9 urn 
was generated. 10 minutes later from the initiation of agitation, the amount of 2.2'-azobis (2-methyl propionamidine)dia- 
crytate generated became 0.29 percent based on the acrylate monomer. The 2,2'-azobis(2-methyl propionamidine)dia- 
crylate was evenly dispersed in the aqueous monomer solution. 

At this time. 2.6 parts aqueous 10 percent sodium persulfate solution and 1 part aqueous 1 percent L-ascorbic acid 
solution were added while agitating the aqueous monomer solution. After the addition, the aqueous monomer solution 
continued to be agitated. 

About 10 minutes after the addition of aqueous sodium persulfate solution, the temperature of the aqueous mono- 
mer solution reached about 79 °C. Thereafter, the aqueous monomer solution was further agitated for 10 minutes while 
keeping the temperature thereof between 70 °C and 80 "C to polymerize the acrylate monomer. As a result, a hydrogel 
having cells was obtained. ^ ,^ 

The resulting hydrogel having cells was removed, and the same operations as in Example 1 were performed to pro 
duce a water-absorbent resin. The average pore diameter of the water-absorbent resin was 70 urn. Moreover, various 
physical properties of the water-absorbent resin were measured by the above-mentioned methods. The water retention 
capacity was 33 g/g the residual monomer content was 1 70 ppm, the water-soluble component content was 6 percent, 
the dispersion rate was 30 seconds, the dry touch was 3.9 g, and the absorbent capacity under pressure was 12 g/g. 
The results are shown in Table 1. 
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[Example 3] 

An aqueous monomer solution was prepared in the same manner as in Example 2. By bubbling a i«ii^ g»M> 
the aqueous monomer solution while keeping the temperature of the aqueous monomer soM^ ■» 2S °C dissohred 
oxygen was removed. Next. 21 parts aqueous 10 percent 2.2--azobis(2-methyl prop.ommd.ne)d.hydrochlonde solution 
was added while agitating the aqueous monomer solution. Thereafter, the aqueous solution was agitated at 25 C 
under the (low of nitrogen. .,,,,„ 

About one minute later from the initiation of agitation, the aqueous sdirt.on appeared doudy or whrte. and 2.2 -azo- 
bis(2-methyl propionamidine)diacrylale in the form of white fine particles with an average partide diameter of 10 ,im 
was generated. Rve minutes later from the initiation of agitation, the amount of 2.2-azobis(2-methyl propionami- 
dine)diacrylate generated became 1.4 percent based on the acrylate monomer. The 2.2 1 -azob.s(2-methyl prop.onarra- 
dine)diacrylate was evenly dispersed in the aqueous monomer solution. 

At this time 2 6 parts aqueous 10 percent sodium persulfate solution and 1 part aqueous 1 percent L-ascorbic actd 
solution were added while agitating the aqueous monomer solution. After the addition, the aqueous monomer solution 

continued to be agitated. „_ 

About seven minutes after the addition of aqueous sodium persulfate solution, the temperature of the aqueous 
monomer solution reached about 82 'C. Thereafter, the aqueous monomer solution was further agitated for 10 minutes 
while keeping the temperature thereof between 70 »C and 80 «C to polymerize the acrylate monomer. As a result, a 

hydrogel having cells was obtained. „ . „^ ,„ 

The resulting hydrogel having cells was removed, and the same operations as in Example 1 were performed to pro- 
duce a water-absorbent resin. The average pore diameter of the water-absorbent resin was 70 ^oreover. vanous 
physical properties of the water-absorbent resin were measured by the above-mentioned methods. The water retention 
caoacity was 27 g/g the residua) monomer content was 1 20 pom. the water-soluble component content was 5 percent, 
^dispersion rate was 37 seconds, the dry touch was 4.1 g, and the absorbent capacity under pressure was 11 g/g. 
The results are shown in Table 1. 

[Example 4] 

First 18 parts acrylic add. 190 parts aqueous 37 percent sodium acrylate solution. 0.154 parts N.N'-methylenebi- 
sacrytamide asa cross-linWng agent, and 21 parts denized water were mixed to prepare an aqueous ™™™ *°' u ; 
tion^Namely. the aqueous monomer solution is an aqueous 38 percent acrylate monomer solution with a neutralization 

r3te BySSnVTnSen gas into the aqueous monomer solution while keeping the temperature of the aqueous mon- 
omef solution a\ 25 dissolved oxygen was removed. Next, 1.34 parts powdered 2.2--azobis(2-methy. propionami- 
S?M SSSm prepared by the above-mentioned production method was added while agitating the aqueous monomer 
S^CSTftt aqueous solution was agitated at 25 -C under the flow of nitrogen. The 2.2^azob.s(2-methy. 
propionamidine)diacrylate was evenly dispersed in the aqueous monomer solution. . 

NeXl 2 parts aqueous 10 percent sodium persulfate solution and 0.5 parts aqueous 1 percent L-ascorb.c aod 
solutionwere Sdedwhile agitating the aqueous monomer solution. After the addition, the aqueous monomer solution 

"^St^nStfter the addition of aqueous sodium persulfate solution, the temperature of the aqueous mono- 
mersdution reached about 92 «C. Thereafter, the aqueous monomer solution was further agitated for one hour while 
SS, the temperature thereof between 60 °C and 80 °C to polymerize the acrylate monomer. As a result, a hydrogel 

^le^esu^gCS having cells was removed, and the same operations as in Example 1 were performed to pay 
dues a JSSLrWretin. The average pore diameter of the water-absorbent resin was 65 uraMoreover. vanous 
pSi^eSSe water-absorbent resin were measured by the above-mentioned ^s.The^ter retention 
caS wat 27 gig. the residua, monomer content was 220 ppm. the water-soluble component content was 9 percent 
SS^tan rate was 25 seconds, the dry touch was 4.3 g. and the absorbed capacrtyurxler pressure was 9 g/g, ^ 
results are shown in Table 1 . 

[Example 5] 

First 21 eparts acrylic add. 1 78 parts aqueous 37 percent sodium acrylate solution •^P^^^*^ 
tacnStt a 18 parts hydroxylethyl cellulose as water-soluble polymer (dispersion stabilizer), and 50 |MM 
wtS we* mixed to^repare an aqueous monomer solution. Namely, the aqueous monomer solution is an aqueous 38 
nprcpnt acrvlate monomer solution with a neutralization rate of 70 mole percent. 

omer solution at 25 -C^s^ed oxygen was removed. Subsequently, 0.18 parts polyoxyethylene sorbrtan monostea 
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rate as a surface active agent (dispersion stabilizer), and 2.63 parts ground calcium carbonate as a blowing agent were 
added while agitating the aqueous monomer solution. The calcium carbonate had an average particle diameter of 3 jim. 
and was evenly dispersed in the aqueous monomer solution. 

Next, 1.2 parts aqueous 10 percent sodium persurfate solution and 0.5 parts aqueous 1 percent L-ascorbic acid 
solution were added while agitating the aqueous monomer solution at 25 °C under the flow of nitrogen. After sufficiently 
agitating the aqueous monomer solution, it was left at rest. 

About 10 minutes after the addition of aqueous sodium persulfate solution, the temperature of the aqueous mono- 
mer solution reached about 99 °C. Thereafter, the aqueous monomer solution was further agrtated for 1 0 minutes while 
keeping the temperature thereof between 60 °C and 80 °C to polymerize the acrylate monomer. As a result a hydrogel 
having cells was obtained. 

The resulting hydrogel having cells was removed, and the same operations as in Example 1 were performed to pro- 
duce a water-absorbent resin. The average pore diameter of the water-absorbent resin was 250 um. Moreover, various 
physical properties of the water-absorbent resin were measured by the above-mentioned methods. The water retention 
capacity was 45 g/g, the residual monomer content was 520 ppm, the water-soluble component content was 13 per- 
cent, the dispersion rate was 24 seconds, the dry touch was 4.5 g, and the absorbent capacity under pressure was 8 
g/g. The results are shown in Table 1. 

[Comparative Example 1] 

An aqueous monomer solution was prepared in the same manner as in Example 1 . By bubbling a nitrogen gas into 
the aqueous monomer solution while keeping the temperature of the aqueous monomer solution at 25 °C. dissolved 
oxygen was removed. Next. 4.3 parts aqueous 10 percent 2.2'-azobis{2 -methyl propionamidinejdihydrochloride solu- 
tion was added to the aqueous monomer solution, and dissolved therein. Thereafter, 2.6 parts aqueous 10 percent 
sodium persulfate solution and 1 part aqueous 1 percent L-ascorbic acid solution were immediately added while agitat- 
ing the aqueous monomer solution. After the addition, the aqueous monomer solution continued to be agrtated. and 
was left at rest upon the initiation of polymerization. Namely, the acrylate monomer was polymerized without using the 
blowing agent of the present invention. 

About 10 minutes after the addition of aqueous sodium persulfate solution, the temperature of the aqueous mono- 
mer solution reached about 95 °C. Thereafter, the aqueous monomer solution was further agitated for 10 minutes while 
keeping the temperature thereof between 70 °C and 85 °C to polymerize the acrylate monomer. As a result, a hydrogel 
having substantially no cell was obtained. The hydrogel had a few cells ranging from 2 mm to 4 mm in size. 

The resulting hydrogel was removed, and the same operations as in Example 1 were performed to produce a com- 
parative water-absorbent resin. The comparative water-absorbent resin had no pores. Moreover, various physical prop- 
erties of the comparative water-absorbent resin were measured by the above-mentioned methods. The water retention 
capacity was 29 g/g. the residual monomer content was 540 ppm, the water-soluble component content was 14 per- 
cent, the dispersion rate was 63 seconds, the dry touch was 6.1 g, and the absorbent capacity under pressure was 7 
g/g. Thus, the comparative water-absorbent resin had declined dispersion rate and dry touch. The results are shown in 
Table 1. Fig. 7 shows an electron photomicrograph indicating the particle structure of the comparative water-absorbent 
resin having a particle diameter ranging from 300 |im to 600 jam. 

[Comparative Example 2] 

First, 21 .6 parts acrylic acid. 1 78 parts aqueous 37 percent sodium acrylate solution. 0.046 parts N.N'-methyieneb- 
isacrylamide, and 50 parts deionized water were mixed to prepare an aqueous monomer solution. By bubbling a nitro- 
gen gas into the aqueous monomer solution while keeping the temperature of the aqueous monomer solution at 25 °C. 
dissolved oxygen was removed. Next, 2.63 parts sodium carbonate as a Wowing agent was added while agitating the 
aqueous monomer solution. 

As a result since carbon dioxide gas was generated, 1 .2 parts aqueous 10 percent sodium persulfate solution and 
0.5 parts aqueous 1 percent L-ascorbic acid solution were immediately added while agitating the aqueous monomer 
solution. After the addition, the aqueous monomer solution continued to be agitated. In this case, calcium carbonate 
was not dispersed in the aqueous monomer solution. 

About 10 minutes after the addition of aqueous sodium persulfate solution, the temperature of the aqueous mono- 
mer solution reached about 97 °C. Thereafter, the aqueous monomer solution was further agitated for 10 minutes while 
keeping the temperature thereof between 60 °C and 80 °C to polymerize the acrylate monomer. As a result a hydrogel 
having cells was obtained. 

The resulting hydrogel having cells was removed, and the same operations as in Example 1 were performed to pro- 
duce a comparative water-absorbent resin. The average pore diameter of the comparative water -absorbent resin was 
about 600 jim. Moreover, various physical properties of the comparative water-absorbent resin were measured by the 
above-mentioned methods. The water retention capacity was 40 g/g f the residual monomer content was 3.400 ppm. the 
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water-soluble component content was 17 percent, the dispersion rate was 47 seconds, the dry touch was 6.5g. and the 
absorbent capacity under pressure was 7 g/g. Thus, the comparative water-absorbent resin have increased residual 
monomer and water-soluble component contents, and declined dispersion rate and dry touch. The results are shown .n 
Table 1. 



[Example 6] 

The water-absorbent resin obtained in Example 1 was subjected to secondary cross-linking treatment. First 0.05 
parts ethylene glycol diglycidyl ether and 0.75 parts glycerin as surface cross-linking agents. 0.5 parts lacbc acid as a 
mixing assislant. 3 parts water as a hydrophilic solvent, and 0.75 parts isopropyl alcohol were mixed to prepare a mixed 

ttM Na(L 100 parts water-absorbent resin produced in Example 1 and the mixed solution were combined, and the 
resulting mixture was heated at 1 95 «C for 20 minutes. As a result, a water-absorbent resin having a covalent bond and 
irroroved cross-link density in the vicinity of surface, i.e.. a water-absorbent resin which underwent the secondary 
cross-linking treatment, was obtained. The average pore diameter of the water-absorbent resin was 60 um. Moreover, 
various ohvsical properties of the water-absorbent resin were measured by the above-mentioned methods. The water 
retention capacity was 27 g/g, the residual monomer content was 180 ppm. the water-soluble component content was 
9 percent^diiersion rate was 28 seconds, the dry touch was 3.4 g. and the absorbent capacity under pressure was 

30 g/g. The results are shown in Table 1 . 

[Example 7) 

The water-absorbent resin obtained in Example 2 was subjected to secondary cross-linking treatment. First. 1 part 
glycerin 3 parts water, and 1 .75 parts isopropyl alcohol were mixed to prepare a mixed solution. 

Next 100 parts water-absorbent resin produced in Example 2 and the mixed soluton were comb.ned^nd the 
resultinq 'mixture was heated at 1 95 °C for 25 minutes. As a result, a water-absorbent resin having a covalent bondand 
improved cross-link density in the vicinity of surface, i.e.. a water-absorbent resin which underwent the secondary 
linking treatment, was obtained. The average pore diameter of the water-absorber^ tres.n was TO^m. Moreover 
various physical properties of the water-absorbent resin were measured by the above-mentioned methods. The water 
rTe^on «S ™ 30 g/g. the residual monomer content was 160 ppm. the water-soluble component content was 

31 g/g. The results are shown in Table 1. 
[Example 8] 

The water-absorbent resin obtained in Example 3 was subjected to secondary cross-linking treatment. First. 0.05 
parts ethylene glycol diglycidyl ether. 0.75 parts glycerin. 0.5 parts polyaspartic acid as a m,x.ng assislant 3 parts 
water and 5 parts isopropyl alcohol were mixed to prepare a mixed solution. u - ^ 

NeTlOO^s^teV-absorbent resin produced in Example 3 and the mixed solution were combined^nd the 
resulbnamixturTwas heated at 195 °C for 15 minutes. As a result a water- absorbent resin having a covalent bondand 
S^^TdMRy in the vicinity of surface, i.e.. a water-absorbent resnwhich undent the sectary 
chinking treatment, was obtained. The average pore diameter of the "T^^'ZnTj^ TnTwaTer 
various Physical properties of the water-absorbent resin were measured by the above-mentioned methods. The water 
rTenti^ cS 26 g/g. the residual monomer content was 120 ppm. the water-soluble component content was 
SperS^ 

29 g/g. The results are shown in Table 1. 
[Example 9] 

The water-absorbent resin obtained in Example 6 was further subjected to cross-linking treatment. More speofi- 

Mne havSgan average mo.ecu.ar weight of 70.000 was combined, and **'^™™°™^ X £^^ 
a water-absorbent resin having an ionic bond and further improved cross-link densrty in the v^nrty ofsurface was 
obSSdTe resulting water-absorbent resin had further improved physical properties than the water-absorbent resin 

^^^bent resins obtained in Examples 7 and 8 also underwent the above-mentioned treatment. The 
resuS^-SSS rSns had further improved phystea. properties than the water-absorbent resrns before the 

treatment. 
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[Comparative Example 3] 

The comparative water-absorbent resin obtained in Comparative Example 2 was subjected to secondary cross- 
linking treatment First, 0.05 parts ethylene glycol diglycidyi ether, 0.75 parts glycerin, 0.5 parts lactic acid. 3 parts 
water, and 0.75 parts isopropyl alcohol were mixed to prepare a mixed solution. 

Next, 100 parts comparative water-absorbent resin produced in Comparative Example 2 and the mixed solution 
were combined, and the resulting mixture was heated at 195 °C for 20 minutes. As a result a comparative water- 
absorbent resin having a covalent bond and improved cross-link density in the vicinity of surface, i.e., a comparative 
water-absorbent resin which underwent the secondary cross-inking treatment, was obtained. The average pore diam- 
eter of the comparative water-absorbent resin was about 600 urn. Moreover, various physical properties of the compar- 
ative water-absorbent resin were measured by the above-mentioned methods. The water retention capacity was 35 g/g. 
the residual monomer content was 3,400 ppm. the water-soluble component content was 17 percent, the dispersion 
rate was 40 seconds, the dry touch was 5.5 g. and the absorbent capacity under pressure was 23 g/g. Thus, the result- 
ing comparative resin had increased residual monomer and water-soluble component contents, and declined disper- 
sion rate and dry touch. The results are shown in Table 1. 
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[Example 10] 

Dissolved oxygen was removed by bubbling a nitrogen gas into the solution while keeping the temperature of 166 
parts aqueous 37 percent sodium acrylate solution at 25 °C. Next. 47 parts aqueous 10 percent 2.2'-a2obis(2-methyl 
propionamidine)dihydrochloride solution was added while agitating the aqueous solution. Thereafter, the aqueous solu- 
tion was agitated at 25 °C under the flow of nitrogen. 

About one minute later from the initiation of agitation, the aqueous solution appeared cloudy or white, and 2.2'-azo- 
bis(2-methyl propionamidine)diacrylate in the form of white fine particles with an average particle diameter of 15 nm 
was generated. The 2 l 2'-azobis(2-methyl propionamidine)diaay1ate was evenly dispersed in the aqueous solution. 

At this time (one minute later from the initiation of agitation), 425 parts acrylic acid and 5.23 parts trimethylolpro- 
pane triacrylate were mixed and dissolved while agitating the aqueous solution to prepare an aqueous monomer solu- 
tion in which the 2.2'-azobis(2-methyl propionamidine) diacrylate was evenly dispersed (hereinafter just referred to as 
the aqueous monomer solution). Namely, the aqueous monomer solution is an aqueous 38 percent acrylate monomer 
solution having a neutralization rate of 75 mole percent. 

Meanwhile a 2L separable flask equipped with an agitator, a reflux condenser, a thermometer, a dropping funnel 
and a nitrogen gas inlet tube was used as a reaction container. 4 grams of sucrose fatty acid ester (trade name: DK- 
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ESTER F-50 produced by Dai-ichi Kogyo Seiyaku Ltd.) as a dispersion stabilizer, and cyclohexane 2L as a solvent 
were placed in the reaction container. Moreover, 300 grams of aqueous monomer solution mentioned above was placed 
in the dropping funnel. 

The aqueous monomer solution was dropped while agitating the cyclohexane solution at 230 rpm to Asperse and 
suspend Se aqueous monomer solution. Next, the cyclohexane solution was agitated at 60 -C for two hours to perform 
suspension polymerization of the acryiate monomer. Thereafter, water generated by the ^on was 
by forminTan azeotropic with cyclohexane (azeotropic dehydration). By fi'tenng the cycto hexane solutoa a 
water-absorbent resin in the spherical form with an average particle diameter of several hundred urn. ..e.. a water- 
absorbent resin of the present invention, was obtained. _ ^ ^ Q 

The average pore diameter of the water-absorbent resin was 50 „m. Moreover, var.ous phys.cal propertes of me 
watw absorbent resin were measured by the above-mentioned methods. The water retentoon capac-ty was 30 g/g. the 
reSn^omerlontent was 70 ppm. the water-so.ub.e component content was 9 percent £ . djsperson ratewas 
^ seconds, the dry touch was 4.5 g. and the absorbent capacity under pressure was 10 g/g. The results are shown ,n 
Table 2. 

[Example 11] 

First 216 parts acrylic acid. 4.321 parts aqueous 37 percent sodium acrylate solution. 5.8 parts polyethylene glycol 
diacSale a^S par£ water were mbced to prepare an aqueous monomer solution. Name.* the aqueous monomer 
solution is an aqueous 33 percent acrylate monomer solution having a neutrahzabon rate of 85 ^'^"i 

Dissolved Oxygen wasremcved by bubbling a nitrogen gas into the solution wh,le keeping the temperature oT ttne 
aquSSmonomer so.ution at 25 "C. Next. 40 parts aqueous 10 percent 2. 2--azobis(2 -methyl W™*^"*^* 
SoSe Son was added while agitating the aqueous monomer solution. Thereafter, the aqueous soluton was ag- 

gSerTted Thi ?2.2--azobis(2-methyl proptonarrfdinejdiacrylate was evenly dispersed .n the aqueous monomer solu- 

ti0 " At this time 28 parts aqueous 10 percent sodium persulfate solution and 1 .3 parts aqueous 1 percent L-ascorbic 
mJtS^JSS* aghatingfre aqueous monomer sdution. After the addition, the aqueous monomer solu- 

tion ^sasasss! ^ <* ***** «*,.» pm*. ^ 00.^*^ of *e »»» 

mer was initiated As a result, a hydrogel having cells was obtained. 

h. JI w^abLSn? rein The average pore diameter of the water-absorbent resin was 50 M m. Moreover, various 
S^IESS^^ *« measured b * ,he above-mentioned methods. The water retenton 

cSS w^3??g the re£ual monomer content was 240 ppm. the water-solubte component content was 8 percerrt. 
SSon rafe was 21 seconds, the dry touch was 4.0 g. and the absorbent capacity under pressure was 1 1 gVg. 
?heS axe SoTta iSS. Fig. 5 shoU an electron photomicrograph indicating the particle structure of a water- 
absorbent resin having a particle diameter ranging from 300 urn to 600 urn 

[Example 12] 

First 375 oarls acrylic acid 5 290 parts aqueous 37 percent sodium acrylate solution. 6.3 parts polyethylene glycol 
diacSe 2XS P^ wS were n£ed to prepare an aqueous monomer solution. Namely, the aqueous monomer 
Son S aTaqWSs 5 percent acrylate monomer solution having a neutralization rate of 85 mole percent. 

«mo*d by bubbling a nitrogen gas into me solution while keep.ng the ^rature of the 
™»r!«i i ron a t25»C Next 52 parts aqueous 10 percent 2.2--azcfcis(2-methvl propranarrodinejdihydro- 
XSZ^SXS* agSg ^aqueous monomL solution. Thereafter, the aqueous sdution was agi- 

McwTrthvl nrooionamidineWiacrylate in the form of white fine particles wrth an average part.de d.ameter of 9 nm was 
S^tSSSSo^SJ propionamdinejdaay^ate was evenly dispersed in the aqueous monomer sdu- 

"""'a, ,hic noint 36 carts aaueous 10 percent sodium persutfate solution and 1.7 parts aqueous 1 percerrt L-ascorbic 

ac^^ 

*" SSS?i2* SSf the add-on of aqueous sodium persuKate solution, po.yrner*ation of the acrylate mono- 
mer was initiated. As a resutt. a hydrogel having cells was ootamed. 
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The resulting hydroge! having cells was removed, and the same operations as in Example 1 were performed to pro- 
duce a water-absorbent resin. The average pore diameter of the water-absorbent resin was 100 urn. Moreover, various 
physical properties of the water-absorbent resin were measured by the above-mentioned methods. The water retention 
capacity was 38 g/g, the residual monomer content was 270 ppm, the water-soluble component content was 9 percent, 
the dispersion rate was 24 seconds, the dry touch was 4.0 g. and the absorbent capacity under pressure was 10 g/g. 
The results are shown in Table 2. 



[Example 13] 

First. 375 parts acrytic add. 5.290 parts aqueous 37 percent sodium acrylate solution, and 6.3 parts polyethylene 
glycol diacrylate were mixed to prepare an aqueous monomer solution. Namely, the aqueous monomer solution is an 
aqueous about 42 percent acrylate monomer solution having a neutralization rate of 85 mole percent 

Dissolved oxygen was removed by bubbling a nitrogen gas into the solution while keeping the temperature of the 
aqueous monomer solution at 25 °C. Next, 52 parts aqueous 10 percent 2,2'-azobis(2-methyl propionamidine)dihydro- 
chloride solution was added while agitating the aqueous monomer solution. Thereafter, the aqueous solution was agi- 
tated at 25 °C under the flow of nitrogen. 

About 2.5 minutes later from the initiation of agitation, the aqueous solution appeared cloudy or white, and 2.2'-azo- 
bis(2-methyi propionamidine)diacrylate in the form of white fine particles with an average particle diameter of 9 \nn was 
generated. The 2. 2'-azobis(2- methyl propionamidine)di acrylate was evenly dispersed in the aqueous monomer solu- 
tion. 

At this point, the concentration of the acrylate monomer was diluted from about 42 percent to about 35.5 percent 
by adding 808 parts water to the aqueous monomer solution. Thereafter. 306 parts aqueous 10 percent sodium persul- 
fate solution and 1.7 parts aqueous 1 percent L-ascorbic acid solution were added while agitating the aqueous mono- 
mer solution to prepare an aqueous monomer solution. After the addition, the aqueous monomer solution continued to 
be agitated. 

About 30 seconds after the addition of aqueous sodium persutfate solution, polymerization of the acrylate mono- 
mer was initiated. As a result, a hydrogel having cells was obtained. 

The resulting hydrogel having cells was removed, and the same operations as in Example 1 were performed to pro- 
duce a water-absorbent resin. The average pore diameter of the water-absorbent resin was 100 ^m. Moreover, various 
physical properties of the water -absorbent resin were measured by the above-mentioned methods. The water retention 
capacity was 38 g/g, the residual monomer content was 270 ppm, the water-soluble component content was 9 percent, 
the dispersion rate was 23 seconds, the dry touch was 4.1 g. and the absorbent capacity under pressure was 10 g/g. 
The results are shown in Table 2. 

[Example 14] 

First, by performing the same polymerization as in Example 1 . a hydrogel having cells was obtained. More specif- 
ically, by leaving the aqueous monomer solution statically to polymerize the acrylate monomer, the hydrogel having 
cells as a porous cross-linked polymer was produced. 

The resulting hydrogel having ceils was removed and cut into a sheet with a thickness of about 5 mm. Thereafter, 
a microwave was radiated to the hydrogel having cells using a home-use microwave with a frequency of 2.450 MHz 
(trade name- NE-A460. produced by Matsushita Electric Industrial Co., Ltd.). About 30 seconds after the initiation of 
radiation, the hydrogel having cells was dried in a state in which it was swelled to a size about 10 times larger than the 
size before radiated. Thus, a sheet of water-absorbent resin of the present invention was produced. 

The average pore diameter of the water-absorbent resin was about 500 ^m. Moreover, various physical properties 
of the water-absorbent resin were measured by the abovementioned methods. The water retention capacity was 31 g/g. 
the residual monomer content was 1 70 ppm, the water-soluble component content was 10 percent, the dispersion rate 
was 19 seconds the dry touch was 4.3 g. and the absorbent capacity under pressure was 9 g/g. The results are shown 
in Table 2. Fig. 6 shows an electron photomicrograph indicating the profile structure of the sheet of water -absorbent 
resin. 

[Example 15] 

First by performing the same polymerization as in Example 1. a hydrogel having cells was obtained. More specif- 
ically, by leaving the aqueous monomer solution at rest to polymerize the acrylate monomer, the hydrogel having cells 
as a porous cross-linked polymer was produced. , L _ _ 

The resulting hydrogel having cells was removed and cut into a sheet with a thickness of about 5 mm. Thereafter, 
the hydrogel having cells was hot-air dried at 1 70 °C using a hot-air drier. The hydrogel having cells was dried in a state 
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in which H was swelled into a size about lis times larger than the original size. Thus, a sheel of water-absorbent resin 
of the present invention was produced. 

The average pore diameter of the water-absorbent resin was 250 ^m. Moreover, various physical propert.es of the 
water-absorbent resin were measured by the above-mentioned methods. The water retention capacity was 30 g/g. the 
residual monomer content was 200 ppm, the water-soluble component content was 9 percent^" d.spersion ratewas 
24 seconds, the dry touch was 4.5 g. and the absorbent capacity under pressure was 9 g/g. The results are shown m 
Table 2. 

[Example 16] 

The water-absorbent resin obtained in Example 13 was subjected to secondary cross-linking tmfrneit Fnt 0.05 
parts ethylene glycol diglycidyl ether. 0.75 parts glycerin. 0.5 parts lactic acid. 3 parts water, and 0.75 parts .sopropyl 
alcohol were mixed to prepare a mixed solution. 

Next 100 parts water-absorbent resin produced in Example 13 and the mixed soluton were cornb.n^and the 
resulting mixture was heated at 195 »C for 20 minutes . As a result, a water-absorbent re*n , having a »M bonded 
improved cross-link density in the vicinity of surface, i.e.. a water-absorbent res.n wh.ch underwent the s^ndary 
jinking «rea1n*nt.^ 

various physical properties of the water-absorbent resin were measured by the above-mentioned methods. The water 
%$to*2S^ 35 g/g. the residual monomer content was 250 ppm. the water-soluble component content was 
9 peS^^io^Se was 14 seconds, the dry touch was 3.5 g. and the absorbent capacrty underpressure was 
33 g/g. The results axe shown in Table 2. 

[Comparative Example 4] 

First by performing the same polymerization as in Comparative Example 1. a hydrogel was produced. More spe- 
cfe?* n££ the aqueous monomer solution at rest to polymerize the acrylate monomer, the hydrogel was pro- 

**TI* resulting hydrogel was removed and cut into a sheet with a thickness of about 5 mm. Thereafter ajrocrowave 
mJSEi toXSogel using a home-use microwave so as to dry the hydrogel. As a result, a 
aSomenl : resin was obtained tor comparison purposes. However, a discharge phenomenon occurred at a part of the 
surface of the hvdroael during drying, and the part was burnt black. 

^in had no pore. Moreover, various physical propert.es of the «°*P-r«*» 
w^ab^rSTesin were measured by the above-mentioned methods. The water retention capacrty was 27 g/g. the 

W seconds, the dry touch was 7.1 g, and the absorbent capacity under pressure was 6 g/ Thus, the comparative 
water-absorbent resin had declined dispersion rate and dry touch. The results are shown .n Table 2. 

(Comparative Example 5] 

An aqueous monomer solution was prepared in the same manner as in Example 1 1. By bubbling , a , nitogen gas 
into me aqueous monomer solution whi«e keeping the temperature of me aqueous monomer «*«™£*J^ 
«fced c^aen *L removed Next 40 parts aqueous 10 percent 2,2-azobis(2-methyl prop.onam.d.ne)d hydrochlonde 
S^nT TJSL w^Igrtattng the aqueous monomer soluton. 28 parts aqueous 10 percent sod.um persulfate 
S ^ il^rTaalSri^ntTascc^ic acid solution were immediately added to the aqueous monomer 

SSe. hav[n7ce.is was produced. Namely, the acrylate monomer was polymerized without uang a btowmg agent of 

me resunngnyur^e resulting comparative water-absorbent resin had a particle diameter 

^3^"K^2TJS £p£ ZSTvanous physica. properties of the comparative water- 
LSenS Se measS bVthe above-mentioned methods. The water retention capacity was 39 g/g. the res.d- 

^ o n me3::: a T^ 

drv touch was 6 0 g and the absorbent capacrty under pressure was 8 g/g. Thus, the comparative water 
So^^S^^i*- monomer content and declined dispersion rate and dry touch. The results are 
shown in Table 2. 
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[Comparative Example 6] 

An aqueous monomer solution was prepared in the same manner as in Example 1 . By bubbling a nitrogen gas into 
the aqueous monomer solution while keeping the temperature of the aqueous monomer solution at 25 °C. dissolved 
oxygen was removed. Next sorbitan monostearate as a surface active agent was added in an amount of 0.2 percent 
based on the amount of the aqueous monomer solution, and then cyclohexane as a liquid blowing agent was added in 
an amount of 23 percent based on the amount of the aqueous monomer solution while agitating the aqueous monomer 
solution. As a result, cyclohexane having an average particle diameter of about 50 urn was evenly dispersed in the 
aqueous monomer solution. 

Thereafter. 2.6 parts aqueous 10 percent sodium persulfate solution and 1 part aqueous 1 percent L-ascorbic acid 
solution were added while agitating the aqueous monomer solution. After sufficient agitation, the aqueous monomer 
solution was kept at rest to polymerize the acrylate monomer. As a result, a hydrogel was produced. Namely, the acr- 
ylate monomer was polymerized without using a blowing agent of the present invention. The hydrogel had cells ranging 
from 2 mm to 3 mm in size. 

Tne resulting hydrogel was removed, and the same operations as in Example 1 were performed to produce a com- 
parative water-absorbent resin. The resulting comparative water-absorbent resin had particle diameters ranging from 
850 jim to 10 urn, and almost no pores. Moreover, the comparative water-absorbent resin had an odor of cyclohexane. 

Various physical properties of the comparative water-absorbent resin were measured by the above-mentioned 
methods. The water retention capacity was 27 g/g. the residual monomer content was 540 ppm, the water-soluble com- 
ponent content was 1 2 percent, the dispersion rate was 63 seconds, the dry touch was 7.4 g, and the absorbent capac- 
ity under pressure was 7 g/g. Thus, the comparative water-absorbent resin had declined dispersion rate and dry touch. 
The results are shown in Table 2. 

[Comparative Example 7] 

An aqueous monomer solution was prepared in the same manner as in Example 1 . By bubbling a nitrogen gas into 
the aqueous monomer solution while keeping the temperature of the aqueous monomer solution at 25 °C. dissolved 
oxygen was removed. Next, ethylene carbonate as a liquid blowing agent was dissolved in the aqueous monomer solu- 
tion while agitating the aqueous monomer solution so as to be 1 percent based on the amount of aqueous monomer 
solution. 

Thereafter. 2.6 parts aqueous 10 percent sodium persulfate solution and 1 part aqueous 1 percent L-ascorbic acid 
solution were added while agitating the aqueous monomer solution. After sufficient agitation, the aqueous monomer 
solution was kept at rest to polymerize the acrylate monomer. As a result, a hydrogel was produced. Namely, the acr- 
ylate monomer was polymerized without using a blowing agent of the present invention. The hydrogel had cells ranging 
from 2 mm to 3 mm in size. 

The resulting hydrogel was removed, and the same operations as in Example 1 were performed to produce a com- 
parative water-absorbent resin. The resulting comparative water-absorbent resin had particle diameters ranging from 
850 nm to 1 0 jim, and almost no pores. 

Various physical properties of the comparative water-absorbent resin were measured by the above-mentioned 
methods. The water retention capacity was 23 g/g. the residual monomer content was 740 ppm, the water-soluble com- 
ponent content was 7 percent, the dispersion rate was 73 seconds, the dry touch was 8.4 g. and the absorbent capacity 
under pressure was 9 g/g. Thus, the comparative water-absorbent resin had declined dispersion rate and dry touch. 
The results are shown in Table 2. 
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Table 2 





Water 
retention 
capacity 

(9/9) 


Residual 
monomer 
oontent 


Water-solu- 
ble 
component 
content (%) 


Dispersion 
rate (second) 


Dry 
touch (g) 


Water 
absorbent 
capacity 
under pres- 
sure (g/g) 


Average 

pore 
diameter 

dim) 


Examples 


10 


30 


70 


9 


40 


4.5 


10 


50 


11 


39 


240 


8 


21 


4.0 


11 


150 


12 


38 


270 


9 


24 


4,0 


10 


100 


13 


38 


270 


9 


23 




10 


100 


14 


31 


170 


10 


19 


4.3 


9 


500 


15 


30 


200 


9 


24 


4.5 


9 


250 


16 


35 


250 


9 


14 


3.5 


33 


600 


Compara- 
tive exam- 
ples 


4 


27 


640 


15 


83 


7.1 


6 




5 


39 


940 


12 


42 


6.0 


8 




6 


27 


540 


12 


63 


7.4 


7 




7 


23 


740 


7 73 


8.4 


9 





[Example 17] 



First by performing the same polymerisation as in Example 1 . a hydrogel having cells was obtained More , spcdf- 
■^X'SZZeous monomer so.ution at rest to polymerize the achate monomer, the hydrogel havng cells 

" a ZZl^Zt^^^ cut into pieces in *. ranging from about 20 mm to 1 mm. and 
nJSSSZ JET-C w*h 9 a hot-air drier. Thereafter, the dried pieces were gro^f with a *. m*. and s.eved 

3^5=3£3SSSS!SES-S 



shewn in Table 3. 
[Example 18] 



a water-absorbent resin having a covalent bond and proved "^^^^S^Wie P«e diameter of 
tent was 5 percent and the absorbent capacity under pressure was 31 g/g. 



27 



EP 0 744 435 A1 

Next, 0.3 parts inorganic powder (trade name: AEROSIL 200. produced by Nippon Aerosil Co., Ltd.) was added to 
100 parts water-absorbent resin, and sufficiently mixed, thereby producing a water-absorbent resin composition of the 
present invention. Various physical properties of the resulting water-absorbent resin composition were measured by the 
above-mentioned methods. The water retention capacity was 31 g/g. the absorption rate was 66 seconds, and the liquid 
permeability under pressure was 32 seconds. The results are shown in Table 3. 

{Example 19] 

First, 38.6 parts acrylic acid, 409 parts aqueous 37 percent sodium acrylate solution, 0.45 parts trimethylolpropane 
triacrylate. and 53 parts deionized water were mixed to prepare an aqueous monomer solution. 

By bubbling a nitrogen gas into the aqueous monomer solution while keeping the temperature of the aqueous mon- 
omer solution at 25 °C, dissolved oxygen was removed. Next, 4.3 parts aqueous 10 percent 2.2 , -azobis(2-methyl pro- 
pionamidine)dihydrochloride solution was added while agitating the aqueous monomer solution. Thereafter, the 
aqueous solution was agitated at 25 °C under the flow of nitrogen. 

About seven minutes later from the initiation of agitation, the aqueous solution appeared cloudy or white, and 2,2- 
azobis(2-methyl propionamidine)diacrylate in the form of white fine solid particles with an average partide diameter of 
9 tun was generated. Moreover. 1 1 minutes later from the initiation of agitation, the amount of 2.2 , -azobis(2-methyl pro- 
pionamidine)diacr/1ate generated became 0.32 percent based on the acrylate monomer. The 2.2 , -azobis(2-methyl pro- 
pionamidine)diacryiate was evenly dispersed in the aqueous monomer solution. 

At this time. 2.6 parts aqueous 10 percent sodium persulfate solution and 1 part aqueous 1 percent L-ascorbic acid 
solution were added while agitating the aqueous monomer solution. After the addition, the aqueous monomer solution 
continued to be agitated. 

About 10 minutes after the addition of aqueous sodium persulfate solution, the temperature of the aqueous mono- 
mer solution reached about 88 °C. Thereafter, the aqueous monomer solution continued to be agitated for further 12 
minutes while keeping the temperature thereof between 70 °C and 80 °C so as to polymerize the acrylate monomer. As 
a result, a hydrogel having cells was obtained. 

The resulting hydrogel haying cells was removed, made into small pieces in size ranging from about 20 mm to 1 
mm. and hot-air-dried at 1 50 °C with a hot-air drier. Subsequently, the dried pieces were ground with a roll mill, and clas- 
sified using a 20-mesh screen, thereby producing a water-absorbent resin of the present invention. 

Next, the water-absorbent resin was subjected to secondary cross-linking treatment. First. 0.05 parts ethylene gly- 
col diglycidyl ether. 0.75 parts glycerin, 0.5 parts lactic acid, 3 parts water and 0.75 parts isopropyl alcohol were mixed 
to prepare a mixed' solution. Subsequently, 100 parts water-absorbent resin and the mixed solution were combined, and 
the resulting mixture was heated at 195 °C for 20 minutes. Furthermore. 5 parts aqueous 30 percent polyethylene imine 
solution having an average molecular weight of 70.000 was mixed into the mixed solution, and the resulting mixed solu- 
tion was heated. As a result, a water-absorbent resin having a covalent bond and ionic bond, and improved cross-link 
density in the vicinity of surface, i.e.. a water-absorbent resin which underwent the secondary cross-linking treatment. 

was obtained. ^ ^ , 

Thereafter, 0.3 parts inorganic powder (trade name: AEROSIL 200. produced by Nippon Aerosil Co.. Ltd.) was 
added to 100 parts water-absorbent resin, and sufficiently mixed, thereby producing a water-absorbent resin composi- 
tion of the present invention. Various physical properties of the resulting water-absorbent resin composition were meas- 
ured by the above-mentioned methods. The water retention capacity was 28 g/g. the absorption rate was 56 seconds, 
and the liquid permeability was 23 seconds. The results are shown in Table 3. 

[Comparative Example 8] 

First 800 parts acrylic acid, 4 parts tetraallyloxy ethane, and 3,166 parts water were placed in a reaction container 
to prepare an aqueous monomer solution. By injecting a nitrogen gas into the aqueous monomer solution, dissolved 
oxygen was removed, and the temperature of the aqueous monomer solution was set at 10 °C. 

When the dissolved oxygen in the aqueous monomer solution became 1 ppm or less, an aqueous solution formed 
by dissolving 2.4 parts 2.2'-azobisamidinopropane di hydrochloride in 10 parts water, an aqueous solution produced by 
dissolving 0.2 parts ascorbic acid in 10 parts water, and an aqueous solution made by diluting 2.29 parts aqueous 35 
percent hydrogen peroxide solution with 10 parts water were added in this order as catalysts. 

Polymerization was initiated after while from the addition, and the temperature of the aqueous monomer solution 
became the maximum temperatures ranging from about 65 °C to 70 0 about two hours later, thereby obtaining a hydro- 
gel. Thereafter, the hydrogel was placed and kept in an insulated container for three hours to reduce the residual mon- 
omer content to 1 .000 ppm or less. 

Then, the hydrogel was removed and cut into small pieces with a mincer. The temperature of the minced hydrogel 
was about 66 °C Next 640 parts aqueous 50 percent sodium hydroxide solution was added to the hydrogel. The tem- 
perature of the aqueous 50 oercent sodium hydroxide solution was 38 *C. The aqueous solution was agitated while cut- 
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ting the hydrogel into smaller pieces in the aqueous solution so as to uniformly perform neutralization. The aqueous 
solution was heated by the neutralization, and its temperature was raised to temperatures ranging from 88 «C to 93 C. 

Next an aqueous solution formed by dissolving 2.4 parts ethylene glycol diglycidyl ether as a cross-linking agent 
in SO parts water was added to the above aqueous solution. The temperature of the ethylene glycol diglycidyl ether was 
24 °C. The aqueous solution was agitated while cutting the hydrogel into smaller pieces in the aqueous solution so that 
the ethylene glycol diglycidyl ether was evenly dispersed to achieve a uniform surface cross-linkage. 

Then the hydrogel to which neutralization and surface cross-linking steps were applied was removed, and dried at 
105 «C using a rotary drum dryer to arrange the water content in the hydrogel to be 10 percent. As a result, dried pieces 
in the form of flakes were obtained. SubsequentJy. the dried pieces were ground and sieved using a 20-mesh screen 
and a 325-mesh screen, thereby producing a comparative water-absorbent resin composition. 

Various physical properties of the resulting comparative water -absorbent resin composition were measured by the 
above-mentioned methods. The water retention capacity was 31 g/g, the absorption rate was 87 seconds, and the liquid 
permeability under pressure was 600 seconds. Thus, the comparative water-absorbent resin composition had declined 
absorption rate and liquid permeability. The resute are shown in Table 3. 

(Comparative Example 9] 

First 98 9 grams of aqueous 30 percent sodium hydroxide solution was added to an aqueous solution formed by 
dilutino 72 1 grams acrytic acid with 18.0 grams of water while cooling the aqueous solution for neutralization. Thereaf- 
ter 10 7 grams of aqueous 2.8 percent potassium persuHate solution was added to the aqueous solution, thereby form- 
ing a uniform solution. As a result, an aqueous monomer solution to which a radical polymerization initiator was added 

WaS X2Se a 500 ml flask equipped with an agitator, a reflux condenser, a thermometer, a dropping funnel and a 
i inlet tube was used as a reaction container. 283 ml of cyclohexane and 2.2 grams of aqueous > 25percent 
civoxyeLene dodecyl ether sodium sulfate salt solution were placed in the reaction container and agitated at 300 
^tZ***™^ oo.yoxyethy.ene dodecy. ether sodium suffate salt. AKerperforming nitrogen: ^on in 
L f lask, the temperature was raised to 75 Moreover, the aqueous monomer solution was placed in the dropping 

'"""The aqueous monomer solution was dropped in 30 minutes while agitating the cydohexane solution so as to dis- 
oerse anTsuspense the aqueous monomer solution. After dropping the aqueous monomer solution, the cydohexane 
sSonlslg^ed at 75% for ^ .5 hours, and further agftated at 80 °C for four hours so asto perform reverse-phase 
sus^nsion-pdymerization oi the acrylate monomer. During polymerization, water in the reaction corrtamer was contin- 
uously removed by forming an azeotrope with cyclohexane (azeotropic dehydration). 

When the amount of water in the reaction container became 30 percent of Ihe amount of water addedbeto^ the 
polymerization. 0.18 grams of ethylene glycol diglycidyl ether was added to the reaction container, and reacted tor 30 

"^er the reaction, the cydohexane solution was tittered, and the resulting hydrogel was subjected *^T^T 
ing thereby obtaining 88.0 grams of (sodium) acrylate polymer. Next, the polymer was ground, and sieved wrth a 20- 
mesh screen, thereby producing a comparative water-absorbent resin composition. . a 
Various physicTproperties of the resufting comparative water-absorbent resin composition were measured by the 
above^onS metSs. The water retention capacity was 30 g/g. the absorption rate was 81 seconds, andthe Iqud 
Tr^Z ^eiO seconds. Thus, the comparative water-absorbent resin composition had dedmed absorption rate 
and liquid permeability under pressure. The results are shown in Table 3. 

[Comparative Example 10] 

By decomposing commercially available paper diapers, water-absorbent resins were removed. The paper d^ers 
used here^Moony Power-Slim (trade name) produced by Uni Charm Corporation (hereinafter referred to as *e 
pr*uS A^eT£ade name) produced by Shin Oji Paper Manufacturing Co.. ^(herenafter referred to as the 
Surt B " M?rnes Pants (trade name) produced by Kao Corporation, (hereinafter referred to as the product C^and 
Z^M^ZT^S^cea by Uni Charm Corporation (hereinafter referred to as the product D). Various phys- 
^th^^mpa,ative y water-absorben. resins, i.e.. the commercial available products A to D. were 

m TS^^Z^t^^ Sanwet .M-5000 (trade name) produced by Sanyo Chemical .retries. 
Ud. ^S^Z£T*s the deduct E), and Arasorb 720 (trade i by ^ Chermca. .ndus- 
tries Ltd thereinafter referred to as the product F) were measured by the above-mentioned methods 

T^erSS given in Tab.e 3. The'products A to F are inferior at .east in the absorption rate or ,n the hqurf per- 
meability under pressure. 
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Table 3 





Water retention 
ability (g/g) 


Absorption 
rate (second) 


Liquid permeability 
under pressure (second) 


Examples 


17 


33 


77 


112 


18 


31 


66 


32 


19 


28 


56 


2 ? 


Comparative 
examples 


8 


30 


81 


670 


9 


31 


87 


not less than 600 


Comparative 
example 10 


product A 


31 . 


43 


254 


product B 


26 


33 


not less than 1000 


product C 


29 


37 


not less than 600 


product D 


38 


87 


not less than 1000 


product E 


30 


48 


not less than 600 


product F 


20 


8 


512 



While particular embodiments or examples of the present invention have been described to carry out the invention 
in the best mode, it will be obvious that the same may be varied in many ways. Such variations are not to be regarded 
as a departure from the spirit and scope of the invention, and all such modifications as would be obvious to one skilled 
in the art are intended to be included within the scope of the following claims. 

APPLICATIONS OF THE INVENTION TO INDUSTRIAL USE 

With the use of the above-mentioned methods. H is possible to industrially produce water-absorbent resins having 
excellent water absorption characteristics, such as dispersion and absorption rate of aqueous fluid, water retention 
capacity and dry touch, lower water-soluble component content, and lower residual monomer content, in an inexpen- 
sive and easy manner. 

Moreover, the above-mentioned structures can provide water-absorbent resins and water-absorbent resin compo- 
sitions which achieve excellent permeability and dispersion of aqueous fluid under pressure, and improved absorption 
rate and water retention capacity without causing a gel blocking phenomenon. 

The water-absorbent resins and the water-absorbent resin compositions can be suitably used in absorbent articles 
in various fields, for example: sanitary materials (body fluids absorbent articles) such as paper diapers, sanitary nap- 
kins, incontinence pads, wound protecting material and wound healing material; absorbent articles for absorbing urine 
of pets; materials of construction and building, such as building material, water retentive material for soil, waterproof 
material, packing material, and gel pusule; materials for food, such as drip absorbing material, freshness retentive 
material! and heat insulating material; various industrial articles, such as oil and water separating material, condensa- 
tion presenting material, and coagulant; and agricultural and horticultural articles, such as water retentive material for 
plant and soil. Thus, it is possible to provide absorbent articles exhibiting excellent performances mentioned above. 

Claims 

1 . A process for producing a water-absorbent resin comprising the steps of: 

dispersing a solid blowing agent having an average particle diameter within a range of from 1 urn to 100 u.m in 
an aqueous monomer solution containing an unsaturated monomer and a cross-linking agent; and 
polymerizing said unsaturated monomer. 

2. The process for producing a water-absorbent resin according to claim 1 , 

wherein the step of polymerizing said unsaturated monomer is carried out while agitating said aqueous 
monomer solution. 
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3 The process for producing a water-absorbent resin according to claim 1 , . 

wherein the step of polymerizing said unsaturated monomer is carried out without agitating said aqueous 
monomer solution. 

4 The Drocess for producing a water-absorbent resin according to clam 1 , 

^JETe Et he step of polymerizing said unsaturated monomer is carried out at temperatures ranging from 40 

°Cto120 °C. 

5 The Drocess for producing a water-absorbent resin according to claim 1. 

^Tein said unsaturated monomer contains at least one kind of acrylate monomer selected from the group 
consisting of acrylic acids and water-soluble salts of the acrylic acids as a chief constrtuent. 

fi The Drocess for producing a water-absorbent resin according to claim 5, 

^^^SvmJ^dkUB salt is at least one kind of salt seeded from the group cons.stmg of sod.um salt 

and potassium salt. 

7 The Drocess for producing a water-absorbent resin according to claim 1, ... 

P ^?eSsai7cross linking agent is at least one kind of agent selected from the group cons.st.ng of com- 
Doumfe ta* ng a plurality of vinyl groups in a molecule, compounds having in a molecule at least one vinyl group 
IT? .easTone Actional group reactive with a carboxyi group of sakJ unsaturated monomer, and compounds 
having in a molecule a plurality of functional groups reactive with said carboxyi group. 

a The Drocess for producing a water-absorbent resin according to claim 1. 

^Tein sad blowing agent is used in an amount ranging from 0.005 weight parts to 25 we.ght parts based 
on 100 weight parts of said unsaturated monomer. 

9 The Drocess for producing a water-absorbent resin according to claim 1 . 

^n7ein Jaid blowing agent is an acrylic acid salt of an azo compound coring an am.no group repre- 
serrted by general formula (1) 



R, R 2 

\ / 
N N 

\\ " 
C-X.-N = N-X 2 -C 

/ \ 
R,-N N-R s 



•2CH, 



CH-COOH 



(1) 



(wherein X, and X, independently represent an alkylene group having 1 to 4 carbons. R„ R 2 . R* R 4 . R 5 . and Rg 
^ZdX^es«?a hydrogerfatom. alky, group having 1 to 4 carbons, ary, group, ally, group or benzyl 

group). 

serrted by general formula (2) 
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N N 

/ V // \ 
X 5 C-X 3 -N=N-X 4 -C X 6 

\ / \ / 

N N 

I I 

R 7 Re 



2CH 2 = CH-COOH 



(2) 



(wherein X 3 and X4 independently represent an alkytene group having 1 to 4 carbons. X 5 and Xe independently 
represent an alkylene group having 2 to 4 carbons, and R 7 and R 8 independently represent a hydrogen atom or 
alkyl group having 1 to 4 carbons). 

1 1 . The process for producing a water-absorbent resin according to claim 1 , 

wherein said blowing agent is 2,2 , -azobis(2-methyl propion amidine) diacryiate. 

1 2. The process for producing a water-absorbent resin according to claim 1 , further comprising the step of precipitating 
said blowing agent in said aqueous monomer solution after dissolving a blowing agent precursor in said aqueous 
monomer solution prior to the step of polymerizing said unsaturated monomer. 

1 3. The process for producing a water-absorbent resin according to claim 1 2, 

wherein the step of precipitating said blowing agent includes reacting said blowing agent precursor with said 
unsaturated monomer. 

14. The process for producing a water-absorbent resin according to claim 1 2, 

wherein said blowing agent precursor is a hydrochloride of an azo compound containing an amino group 

15. The process for producing a water-absorbent resin according to claim 1 , 

wherein the step of polymerizing said unsaturated monomer is carried out under the presence of a disper- 
sion stabilizer. 

16. The process for producing a water-absorbent resin according to claim 15, 

wherein said dispersion stabilizer is a surface active agent. 

1 7. The process tor producing a water-absorbent resin according to claim 15, 

wherein said dispersion stabilizer is a water-soluble polymer. 

18. The process for producing a water-absorbent resin according to claim 15, 

wherein said dispersion stabilizer is at least one kind of agent selected from the group consisting of polyvinyl 
alcohol, starch and derivatives thereof, and cellulose and derivatives thereof. 

19. The process for producing a water-absorbent resin according to claim 1, further comprising the step of forming a 
covalent bond by treating a vicinity of a surface of said water-absorbent resin with a surface cross-linking agent 
after the step of polymerizing said unsaturated monomer. 

20. The process for producing a water-absorbent resin according to claim 19. 

wherein said surface cross-linking agent is a compound having a plurality of functional groups capable of 
forming a covalent bond by reacting with a carboxyl group of said water-absorbent resin. 

21 . The process for producing a water-absorbent resin according to claim 19, 

wherein said surface cross-linking agent is at least one kind of agent selected from the group consisting of 
polyhydric alcohol compounds, epoxy compounds, polyamine compounds, condensation products of potyamine 
compound and haloepoxy compound, and alkylene carbonate compounds. 
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to 



22 The process for producing a water-absorbent resin according to claim 19. further comprising the step of forming an 
' ionic bond by treating the vicinity of the surface of said water-absorbent resin with a cationic compound after the 
step of forming the covalent bond. 

23. The process tor producing a water-absorbent resin according to claim 22, an 
wherein said cationic compound is a compound having a plurality of functional groups capable of forming an 
ionic bond by reacting with a carboxyl group of said water-absorbent resin. 

24 The process for producing a water-absorbent resin according to claim 22. 

wherein said cationic compound is a cationic polymer electrolyte and/or salt thereof. 

25. The process for producing a water-absorbent resin according to claim 1. further comprising the step of drying a 
hydrogel after the step of polymerizing said unsaturated monomer. 

,5 26. The process for producing a water- absorbent resin according to claim 25. further comprising the step of grinding 
dried hydrogel after the step of drying said hydrogel. 

27 A water-absorbent resin having pores with an average pore diameter within a range of from 10 um to 500 utr and 
an a^rS capacity of not toller than 25 g/g 60 minutes after an initiation of absorption under pressure^ water- 
soluble component content of not higher than 15 weight percent, and a resrfual monomer content of .«t h.gher 
than 500 ppm. 

28 A water-absorbent resin composition having a water retention capacity of not lower than 20 g/g. an absorption rate 
oiZ WgTthan 120 seconds, and a liquid permeability of not higher than 200 seconds under pressure. 

29. A water-absorbent resin composition, comprising: 

a porous water-absorbent resin with an average pore diameter ranging from 10 urn to 500 um. having an 
abSrbent capacity of not lower than 25 g/g 60 minutes after an initiation of absorption under pre«cre a water- 
soluble cornponerrt content of not higher than 1 5 weight percent, and a resdual monomer content of not h^her 
than 500 ppm; and 
inorganic powder. 

on -[>.„ uuaiar-ahsorbent resin composition according to claim 29, 

Z^a^^n of Si inorganic power wrth respect to 100 parts by weight of sad water-absorbent 
resin is within a range of from 0.001 parts to 1 0 parts by weight. 

31 The water-absorbent resin composition according to claim 29. 

whereinthe average particle diameter of said water-absorbent resin is wrth.n a range of from 50 um to 1 .000 

<*o -rh A watPf-ahsorbent resin composition according to claim 29, 

,S£S noTganic pSLr is at least one kind of powder selected from the group consstmg of s.hcon 
dioxide^Scracd (Li) rSng an average partide diameter of not larger than 200 um when measured by a 

45 Coulter Counter. 
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33. An acrylic acid sart of an azo compound containing an amino group, represented by general formula (1) 



R x R 2 
\ / 
N N 

\\ // 
C-X^N = N-X 2 -C 

/ \ 
R 3 -N N-R 5 

I I 

R* R 6 



•2CH 2 = CH-COOH 



(1) 



15 



20 



(wherein X, and X 2 independently represent an alkylene group having t to 4 carbons, R,, R 2 . R3. R4. *5. and R 6 
independently represent a hydrogen atom, alkyl group having 1 to 4 carbons, aryl group, allyl group or benzyl 
group). 

34. An acrylic acid satt of an azo compound containing an amino group, represented by general formula (2) 



25 



30 



N 

/ w 



N 



\ 



\ / 
N 

I 

R7 



C-X 3 -N=N-X 4 -C X 6 



\ / 
N 

I 



•2CH 2 = CH-COOH 



(2) 



35 



(wherein X 3 and X4 independently represent an alkylene group having 1 to 4 carbons. X 5 and X* independently 
represent an alkylene group having 2 to 4 carbons, and R 7 and R 8 independently represent a hydrogen atom or 
alkyl group having 1 to 4 carbons). 
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